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(54) Agent for treating metallic surface, surface-treated metal material and coated metal material 


(57) A chromium-free agent for treating metallic sur- 


material. 



face comprising the following 



(i) at least one of (A) a mixture of an aluminum salt 
and an inorganic oxide particle and (6) an alumi- 
num-containing inorganic oxide particle comprising 
aluminum, oxygen and at least one element other 
than these two 

(ii) a salt of a metal other than aluminum 

(iii) a phosphorus compound 

(iv) a resin and/or a precursor thereof provided that 
when (i) is a mixture of an aluminum salt and an 
inorganic oxkJe particle, the equivalent ratio of 
phosphorus/aluminum is not less than 0.1 . 

The agent foc^treating metallic surface is applied to 
the surface of metal material such as steel plate, 
plated steel plate, alloy -plated steel plate, alloy plate, sil- 
icon steel plate, stainless steel plate. 

shape steel, pipe, wire material and the like, and 
dried to form a film superior in corrosion resistance, 
adhesion to a metal material arxJ adhesion to a paint. 
The present invention further relates to a metal material 
which has been subjected to a surface treatment with 
said agent for treating metallic surface, and to a metal 
material obtained by applying a resin to said metal 
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Description 



(0001 ] The present invention relates to an agent for treating metallic surface, which is to be applied to the surface of 
a metaimaterial such as a steel plate, plated steel plate, alloy-plated steel plate, alloy plate, silicon steel plate, stainless 
5 steel plate, shape steel, pipe, wire material and the like and dried to form a rust-proof film, a metal material which has 
been subjected to a surface treatment with said agent for treating metallic surface (hereinafter to be also referred to as 
a surface-treated metal material), and to a metal material obtained by applying a resin to said metal rnaleriah(hereinaf- 
ter to be also referred to as a coated metal materia!). 

[0002] To improve corrosion resistance of a cold draw steel plate, a 2n-plated steel plate, a steel plate plated with Zn 

w alloy (e.g.. Zn-Ni. Zn-Ni-Co. 2n-Ni-Cr. Zn- Fe, Zn-Co. Zn-Cr. Zn-Mn and the like), a steel plate plated with a metal (e.g.. 
Ni. Cu. Pb. Sn. Cd. Al. Ti and the like), a steel plate plated with an alloy of these metals, and the like, these plates are 
typically treated with chromate to form a chromate film. 

[0003] This chromate treatment is largely divided into an electrolytic chromate treatment and a coating chromate 
treatment. By the electrolytic chromate treatment at the negative electrode using chromic acid as the main component 

ts and various other compounds, a chromate film is formed by an electrolytic treatment of the steel plate. By the coating 
chromate treatment, a chromate film is formed by applying a liquid containing a trivalent or hexavalent chromium as the 
main component and an inorganic colloidal compound, inorganic anionic, inorganic cationic compound, and the like. 
(0004] In addition, a coating chromate treatment, a so-called resin type chromate treatment, wherein an organic resin 
is used, has recently been developed as one of the coating chromate treatments. For example, there have been devel- 

20 oped a treatment method wherein a liquid containing chromic acid, amorphous silica, phosphoric compound, and 
poly(acrylic acid) is applied and a C/Si ratio of the outermost film layer is specified (Japanese Patent Unexamined Pub- 
lication No. 163385/1990): a method wherein an acrylic copolymer emulsion comprising methyl methacrylate and the 
like as polymerizable components is added to a chromate liquid under specific conditions and used for the treatment 
(Japanese Patent Unexamined Publication No. 179883/1990); a method wherein a liquid containing chromic acid, a 

25 reduction product of chromic acid, an acrylic emulsion and silica sol under specific conditions is applied (Japanese Pat- 
ent Unexamined Publication No. 215683/1991); a method wherein a liquid containing chromic acid, a reduction product 
of chromic acid, an acrylic emulsion and a wet type silica sol is used for the treatnient (Japanese Patent Unexamined 
Publication No. 215681/1991): a method wherein a composition for a metallic surface treatment comprising an aqueous 
emulsion comprising an unsaturated ethylene carboxylic acid component, a hydroxy -containing monomer component 

30 and other unsaturated ethylene compound, a water soluble chromium compound, an aqueous colloid containing inor- 
ganic compound, and an inorganic compound that reacts with amphoteric metal and forms sparingly water soluble salt, 
is used (Japanese Patent Unexamined Publication No. 230666/1993); and other method. 

[0005] Of the chromate films, a chromate film formed by an electrolytic chromate treatment suffers less from the elu- 
tion of Cr but has insufficient ccrosion resistance. In addition, the film shows poor resistance to flaw during processing. 

35 which in turn results in markedly degraded corrosion resistance alter processing. In addition, a chromate film formed by 
the coating chromate treatment undesirably allows easy elution of the chromium component in the chromate film when 
used as obtained by the treatment and is problematic from the aspect of pollution. In addition, the corrosion resistance 
and adhesion to a paint of the film are not entirely satisfactory The film often obtains flaws during processing and the 
corrosion resistance of the film is considerably degraded by processing. Moreover, the resin type chromate treatment 

40 is insufficient in that a treatment liquid has short life since it becomes a gel and separates into different phases, and the 
obtained film has insufficient resistance to the elution of chromium. 

[0006] In view of the recent tendency toward drastically reinforced regulation on the use of chromium (particularly hex* 
avalent chromium) out of the concern of the environmental and pollution problems, corrosion resistant coating compo- 
sitions free of chromium have been developed. Such composition is exemplified by a polymer emulsion obtained by 

45 polymerizing a polymerizable unsaturated monomer containing a specific amount of unsaturated carboxylic acid (Jap- 
anese Patent Unexamined Publication No. 222324/1993); a composition containing an acetoacetyl-containing aqueous 
synthetic resin dispersion as a mam component (Japanese Patent Unexamined Publication No. 148432/1993): a mix- 
lure of a substantially water insoluble mono- or polybasic salt of special keto acid with a base selected from cation, 
amine, guanidine and amidine (Japanese Patent Unexamined Publication No. 70715/1993); a resin copolymer of 

50 unsaturated carboxylic acid-glycidyl-containing unsaturated monomer -monomer copolymerizable with atkyi acrylate- 
alkyl acrylate (Japanese Patent Unexamined Publication No. 192166/1991) and the like. The film obtained by applying 
any of these, which is a special resin or a mixture of a special resin and an inorganic compound, has poor corrosion 
resistance, wherein an increase in the thickness of the film (for exanpte to 3-5 jim) cannot ensure sufficient corrosion 
resistance. What is more, the film does not always show superior adhesion to various metals constituting the surface of 

55 an iron steel plate or steel plates plated with various metals. Under a wet environment, the film shows dramatically 
degraded adhesive property to the point that the film comes off and falls. There exists no film capable of maintaining 
superior adhesive property even under wet environment. In addition, the film thus formed is easily destroyed during 
processing and comes off easily. 
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[0007] The film of the present invention resolves the above-mentioned shortcomings in the prior art technique and 
provides a chromium-flee agent for treating metallic surface, which is to be applied to the surface of a metal material, 
such as steel plate, plated steel plate, alloy-plated steel plate, alloy plate, silicon steel plate, stainless steel plate, shape 
steel, pipe, wire materiaUand the like, and dried to form a film superior in corrosion resistance, adhesion to a metal 
material and adhesion to a paint, a metal material which has been subjected to a surface treatment with said agent for 
treating metallic surface, and to a metal material obtained by applying a resin to said metal material. 
[0008] Accordingly, the present invention provides the following. 

(1) A chromium-flee agent for treating metallic surface comprising the following {i)-(iv): 

(i) at least one of (A) a mixture of an aluminum salt and an inorganic oxide particle and (B) an aluminum con- 
taining inorganic oxide particle comprising aluminum, oxygen and at least one elemerrt other than these two 

(ii) a salt of a metat other than aluminum 

(iii) a phosphorus compound 

(iv) a resin and/or a precursor thereof provided that when (i) is a mixture of an aluminum salt and an inorganic 
oxide particle, the equivalent ratio of phosphorus/aluminium is not less than 0.1 . 

(2) The agent for treating metallic surface of (1) above, wherein the inorganic oxide particle is a particle of an oxide 
of at least one element selected from the group consisting of Si. Fe, Ge. Ti. Zr. Mg. Sn. Sb and Al. 

(3) The agent for treating metallic surface of (1) above, wherein the inorganic oxide particle is an Si02 particle. 

(4) The agent for treating metallic surface of any of (1)-(3) above, wherein the inorganic oxide partide content is 2- 
80 parts by weight per 100 parts by weight of the resin and/or the precursor thereof. 

(5) The agent for treating metallic surface of any of (l)-(3) above, wherein the inorganic oxide particle has a particle 

size of 1 -20 nm. 

(6) The agent for treating metallic surface of (1) above, wherein the aluminum-containing inorganic oxide particle is 
an inorganic oxide particle surface-treated with an aluminum compound. 

(7) The agent for treating metallic surface of (1) above, wherein the inorganic oxide of the aluminum-containing 
inorganic oxide particle is an oxide of at least one element selected from the group consisting of Si. Fe. Ge. Ti. Zr. 
Mg. Sn and Sb. 

(8) The agent for treating metallic surface of (1) above, wherein the inorganic oxide of the aluminum-containing 
inorganic oxide particle is Si02. 

(9) The agent for treating metallic surface of any of (1) and (6)-(8) atx>ve. wherein the aluminum-containing inor- 
ganic oxide particle content is 2-80 parts by weight per 100 parts by weight of the resin and/or the precursor 
thereof. 

(10) The agent for treating metallic surface of any of (1) and (6)-(8) above, wherein the aluminum-containing inor- 
ganic oxide particle has a particle size of 1-20 nm. 

(11) The agent for treating metallic surface of (1) above, further comprising an aluminum salt or an inorganic oxide 
particle when (i) is the aluminum-containing inorganic oxide particle. 

(12) The agent for treating metallic surface of (1) above, wherein the aluminum salt is an aluminum salt of at least 
one member selected from the group consisting of phosphate, monohydrogenphosphate. dihydrogenphosphate. 
acetate, formate, nitrate, sulfate, chloride, bromide, fluoride, oxalate, nitrite, sulfite, hydrogensulfite. silicate, 
bioxalate. bifluoride. carbonate, hydrogencarkxjnate. hydrogensulfate. polyphosphate, hypophosphite. tripolyphos- 
phate. hexametaphosphate. polymetaphosphate and phosphonate. 

(13) The agent for treating metallic surface of (1) above, wherein the aluminum salt is an aluminum salt of at least 
one member selected from the group consisting of phosphate, monohydrogenphosphate and dihydrogenphos- 
phate. 

(14) The agent for treating metallic surface of (1) above, wherein the aluminum salt content is 0.005-10 moles per 
100 g of the resin and/or the precursor thereof. 

(15) The agent for treating metallic surface of (1) above, wherein the salt of the metal other than aluminum is a salt 
of at least one member selected from polyvalent metals. 

(16) The agent for treating metallic surface of (1) above, wherein the salt of the metal other than aluminum is a salt 
of at least one member selected from the group consisting of Cu. Co. Fe. Mn. Sn. V. Ba. Mg, Zr. W. Mo. Ca, Sr, Nb. 
Y and Zn. 

(17) The agent for treating metallic surface of (1) above, wherein the salt of the metal other than aluminum is a salt 
of at least one member selected from the group consisting of Mn. Mg. Zr, W. Mo, Ca and Sr. 

(18) The agent for treating metallic surface of (1) above, wherein the salt of the metal other than aluminum is an Mn 
salt. 

(19) The agent for treating metallic surface of any of (1) and (15)-(18) above, wherein the salt of the metal other 
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than aluminum is a salt of a metal other than aluminum, which is at least one member selected from the group con- 
sisting of phosphate, monohydrogenphosphate. dihydrogenphosphate. acetate, formate, nitrate, sulfate, chloride, 
bromide, fluoride, oxalate, nitrite. suHite. hydfogensulfite, silicate, bioxalate. bifluoride. cartx)nate. hydrogencar- 
-bonate; hydrogensuffate. polyphosphate-hypophosphiter-tripolyphosphate.-hexametaphosphate. polymetaphos- 
phate and phosphonate. 

(20) The agent for treating metallic surface of any of (1) and {15)-(18) above, wherein the salt of the metal other 
than aluminum is a salt of a metal other than aluminum, which is at least one member selected from the group con- 
sisting of phosphate, monohydrogenphosphate and dihydrogenphosphate. 

(21) The agent for treating metallic surface of (1) above, wheiein a content of the salt of the metal other than alu- 
minum is 0.005-10 moles per 100 g of the resin and/or the precursor thereof. 

(22) The agent for treating metallic surface of (1) above, wherein the total content of the aluminum salt and the salt 
of the metal other than aluminum is 0.005-10 moles per 100 g of the resin and/or the precursor thereof. 

(23) The agent for treating metallic surface of (1 ) above, wherein the resin is at least one member selected from the 
group consisting of acrylic resin, polyester resin, epoxy resin, acryl-epoxy resin, acryl-modified polyester resin, 
epoxy-modified polyester resin, ur ethane-modified polyester resin, acryl-modified polyurethane resin and acryl- 
modified polyester polyurethane resin. 

(24) The agent for treating metallic surface of (1) or (23) above, wherein a content of the resin and/or the precursor 
thereof is 30-80 wt% of the entire constituent component 

(25) A metal material surface-treated with the agent for treating metallic surface of any of (1)-(24) above. 

(26) A coated metal material comprising at least a metal material, a chromium-free surface treatment layer having 
a thickness of not more than 5 m"i and a resin coating layer successively laminated, wherein, when the surface of 
the resin coating layer of the coated metal material is cut to mark an X shape with a knife that reaches the metal 
material and the coated metal material is subjected to a salt water spray treatment defined in JIS 2 2371 , the max- 
imum swelling width of the resin coating layer after 360 hours of the treatment is not more than 5 mm. 

(27) The coated metal material of (26) above, wherein the metal material is plated. 

(28) The coated metal material of (26) above, wherein the surface treatment layer has a thickness of not more than 
3 fim, 

(29) The coated metal material of (26) above, wherein the surface treatment layer is formed with the agerrt for treat- 
ing metallic surface of any of (1)-(24) above. 

(30) The coated metal material of (26) above, wherein the maximum swelling width of the resin coating layer is not 
more than 3 mm. 

(31) A surface-treated metal material comprising a metal material and a chromium-free surface treatment layer 
having a thickness of not more than 5 nm formed on the metal material, wherein, when the surlace-treated metal 
material is s'jbjected to a salt water spray treatment defined in JIS Z 2371. the surface treatment layer has a resid- 
ual Si percentage as represented by the following formula alter 360 hours of the treatment of not less than 0.5 
and/or a residual P percentage as represented by the following fornrujla after 360 hours of the treatment of not less 
than 0.5: 

Residual Si percentage of the surface treatment layer= 
Si content of the surface treatment layer after 360 hours of the treatment/Si 
content of the surface treatment layer before the treatment 

Residual P percentage of the surface treatment layer= 
P content of the surface treatment layer after 360 hours of the treatment/P 
content of the surface treatment layer t>efore the treatment 

(32) The surface-treated metal material of (31) above, wherein the residual Si percentage is not less than 0.6. 

(33) The surface-treated metal material of (31) above, wherein the residual P percentage is not less than 0.6. 

(34) The surface-treated metal material of (31 ) above, wherein the surface treatment layer is formed with the agent 
for treating metallic surface of any of (1)-(24) above. 

(35) A surface-treated metal material comprising a metal material and a chromium-free surface treatment layer 
having a thickness of not more than 5 jim formed on the metal material, wherein, when the surface -treated metal 
material is subjected to a salt water spray treatment defined in JIS Z 2371 , the surface treatment layer has a resid- 
ual Al percentage as represented by the following formula after 360 hours of the treatment of not less than 0.5: 
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Residual Al percentage of the surface treatment layer= 
Al content of the surface treatment layer after 360 hours of the treatment/ Al 
content of the surface treatment layer before the treatment. 
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(36) The surface-treated metal material of (35) above, wherein the residual Al percentage is not less than 0.6 

(37) The surface-treated metal material of (35) above, wherein the surface treatment layer is formed with the agent 
for treating metallic surface of any of (l)-(24) above. 

w [0009] In the coated metal material and surface- treated metal material of the present invention, for example, the agent 
for treating metallic surface of the present invention is applied to various metal materials, such as a cold draw steel plate 
and 2n or Zn alloy-plated steel plate, to form a surface treatment layer The surface treatment layer thus formed is 
ensured to have extremely superior adhesive property to various metal materials, superior resistance to corrosion in an 
unpainted state (hereinafter to be referred to as naked resistance to corrosion) after processing and superior adhesion 

15 to various organic resins (adhesion to a paint). It is preferable to contain an organic resin to achieve these superior 
adhesive properties. Such superior adhesive property is secured by a combination of an organic resin; a mixture of an 
aluminum salt and an inorganic oxide particle, and/or an aluminum-containing inorganic oxide particle comprising alu- 
minum, oxygen and at least one element other than these two (hereinafter to be simply referred to as aluminum-con- 
taining inorganic oxide particle): a salt of a metal other than aluminum; and a phosphorus compound. The presence of 

20 an inorganic oxide partide such as colloidal silica and the like and an aluminum-containing inorganic oxide particle such 
as aluminum surface-treated colloidal silica and the like in a surface treatment layer is preferable to secure extremely 
superior naked corrosion resistance. These components interact with an organic resin, an aluminum salt, a salt of a 
metal other than aluminum and a phosphorus compound in the surface treatment layer, which in turn prevents ommis- 
sion of the constituent component from the surface treatment layer and ultimately leads to an improved corrosion resist- 

25 ance in an unpainted state. 

[0010] The agent for treating metallic surface that is usable for obtaining the coated metal material and the surface- 
treated metal material of the present invention is explained in the following. 

[001 1 1 The agent for treating metallic surface of the present invention contains, as constituent components, a mixture 
of an aluminum salt and an inorganic oxide particle, and/or an aluminum-containing inorganic oxide particle; a salt of a 

30 metal other than aluminum; a phosphorus compound; and a resin and/or a precursor thereof, and is free of chromium. 
[0012] In the present invention, the resin and/or the precursor thereof fix(es) a mixture of an aluminum salt and an 
inorganic oxide particle, and/or an aluminum -containing inorganic oxide particle: a salt of a metal other than aluminum; 
a phosphorus compound: and components other than the solvent in an agent for treating metallic surface as a strong 
film on the surface of the metal material. In accordance with the present invention, the resin is not particuta.iy limited 

35 and has a molecular weight of not less than 1000, preferably not less than 1500, and more preferably not less than 
2000. In the present invention, the precursor thereof means a compound capable of forming a resin-coating layer on the 
surface of the metal material by causing a reaction by standing, using heat, electromagnetic wave and the like after 
attaching to the surface, though it does not have a molecular weight that qualities itself to be called a resin. Specific 
examples thereof are monomers and oligomers of various resins. 

40 [0013] In the present invention, the content of the resin and/or the precursor thereof is preferably 30-80 wt%. more 
preferably 40-80wt%. of the whole constituent connponents of the agent for treating metallic surface. 
[0014] The resin is exemplified by polymerisation type resin, condensation polymerisation type resin, addition polym- 
erisation type resin, cellulose resin, natural rutjber. polysiloxane and the like. 

[0015] Examples of the polymerisation type resin include polymers of a double tx>nd-containing compound such as 
45 polyacrylate and copolymer thereof, potymethacryfate and copolymer thereof, polystyrene and copolymer thereof. 
poly(vinyl acetate) and copolymer thereof, polyacrylonitrile and copolymer thereof. poly(vinyl chloride) and copolymer 
thereof, poly(vinylpyrrolidone) and copolymer thereof, polybutadiene and copolymer thereof, polyisoprene and copoly- 
mer thereof, polyneoprene and copolymer thereof, polyethylene and copolymer thereof and polypropylene and copoly- 
mer thereof; and ring opening-polymerization type resins such as poly(ethylene oxide) and copolymer thereof. 
50 poly (propylene oxide) and copolymer thereof, poly(tetramethylene oxide) and copolymer thereof and poly(ethylene 
imine) and copolymer thereof. The precursor thereof is exemplified by monomer and oligomer for these resins. 
[0016] The condensation polymerization type resin includes polyester, polyamide. polyimide. polycarbonate, copoly- 
mer thereof and the like, and the precursor thereof is exemplified by monomer and oligomer for these resins. The addi- 
tion polymerization type resin includes epoxy resin, urethane resin, polyether resin and the like. The precursor thereof 
55 includes epoxy compound, isocyanate compound, a block compound thereof and the like. In addition, modified resins, 
such as polyester polyamide. urethane-modified polyester, epoxy -modified polyester and the like, can be also used 
[001 7] These resins and/or the precursors thereof that are cured with a phenolic resin, amino resin, epoxy compound, 
isocyanate compound and the like, after attaching to the surface of the metal material, naturally fall under the category 
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of the resin and/or the precursor thereof in the present invention. 

(0018] In the present invention, the resin and/or the precursor thereof are/is contained in the form of a solution or dis- 
persion in a solvent. The solvent may be an organic solvent or aqueous solvent. In general terms, however, an aqueous 
* -solvent'isoften usedrsonhat the-resinxarrbe preferably dissolved-or dispersed in water. 

£ [001 9] For a resin and/or a precursor thereof to be dissolved in an aqueous solvent, a hydrophilic functional group 
such as hydroxy! group, carboxyl group, sulfonic acid group, phosphoric acid group, salts thereof, ether group and the 
like is introduced into the resin and/or the precursor thereof. For a resin and/or a precursor thereof to be dispersed in 
an aqueous solvent, the above-mentioned functional group is introduced or a surfactant is added. A method for intro- 
ducing a functional group into a resin and/or a precursor thereof is exemplified by. but not limited to. a general method 

w including a method wherein a monomer having each functional group is used, a method wherein introduction follows 
synthesis of the resin, and the like. 

[0020] A method for dissolution or dispersion of the resin and/or the precursor thereof in an aqueous solvent may be 
a known method such as direct dissolution or dispersion of a resin and/or a precursor thereof in water or hot water; dis- 
solution in a water-compatible organic solvent, followed by addition of water; emulsion polymerisation of polymerization 
/5 type resin and the like. 

[0021] Of these resins, acrylic resin, polyester resin, epoxy resin, acryl-epoxy resin, acryl -modified polyester resin, 
epoxy-modffied polyester resin, urethane-modified polyester resin, acryl-modified polyurethane resin and acryJ-modi- 
fied polyester polyurethane resin are preferable. As the precursor of a resin, precursors of acrylic resin, polyester resin, 
epoxy resin, acryl-epoxy resin, acryl-modified polyester resin, epoxy-modified polyester resin, urethane-modified poly- 
20 ester resin, acryl-modified polyurethane resin and acryl-modified polyester polyurethane resin and the like are prefera- 
ble. 

[0022] In the present invention, the acrylic resin is more preferably a resin made from a hydroxy group-containing 
acrylic monomer alone, a resin obtained by copolymerisation of a hydroxy group-containing acrylic nfX)nomer and other 
organic monomer and a resin obtained by binding a polymer made from these monomers to a different resin. 

25 [0023] Examples of the hydroxy group-containing acrylic monomer conponent include hydroxy group-containing 
monomers such as hydroxylalkyl (meth)acrylates [e.g., hydroxyethyl (meth)acrylate, hydroxypropyl {meth)acrylate. 3- 
hydroxybutyl (meth)acrylate. 2.2-bis(hydroxymethyl)ethyl acrylate. 2.3-dihydroxypropyl (meth)acrylate. 3-chloro-2- 
hydroxypropyl {meth)acrylate and the like], ally! alcohols and N-methylo!acrylamides; monomers having a glycidyl 
group such as glycidyl (meth)acrylate. allyl glycidyl ether, p-methylglycidyl (meth)acrylate. 3.4-epoxycyclohexylmethyl 

30 (meth)acrylate and the like, which is expected to have a reactivity similar to that of hydroxy! group in an acidic liquid; 
monomers having an aldehyde group such as acroleinamide. which is expected to have a reactivity similar to that of 
hydroxyl group in an acidic liquid; and the like, with particular preference given to 2 -hydroxyethyl acrylate and 2-hydrox- 
yethy! methacrylate. The •■(meth)acrylate*' means "methacrylate and/or acrylate". 

[0024] It is preferalDle to use one or two from unsaturated ethylene carboxylic add and other unsaturated ethylene 
55 compound simultaneously as other organic monomer. Examples of the unsaturated ethylene carboxylic acid include 
unsaturated ethylene monocarboxylic acids such as acrylic acid, methacrylic acid, crotonic acid and the like; unsatu- 
rated ethylene dicarboxylic acids such as itaconic acid, maleic acid, fumaric acid and the like; and alkaline metal salts, 
ammonium salts and organic amine salts of these cartxjxylic adds. Other unsaturated ethylene compound indudes 
unsaturated ethylene compounds other than the above-mentioned unsaturated ethylene carboxylic acids and the 
40 above-mentioned hydroxy! group containing monomers, which is. for example, alkyl (meth)acrylate and other vinyl com- 
pounds such as aromatic vinyl compound and the like. 

[0025] The resin to bind the polymer made from these monomers include the above-mentioned polymerisation type 
resin, condensation polymerization type resin, addition polymerization type resin, cellulose resin, natural rubber, polysi- 
loxane and the like. 

45 [0026] The method for binding the polymer made from the above-mentioned monomers to the resin includes a method 
by graft polymerisation wherein a functional group capable of radical polymerisation with the above-mentioned mono- 
mer is introduced into the resin or a radical is generated in the resin and then the above-mentioned monomers are 
polymerized in the presence of the resin; a method wherein the functional group introduced into the polymer of the 

above-mentioned monomer and the functional group in the resin are directly reacted; and a method wherein the func- 
50 tional group introduced into the polymer of the above-mentioned monomers and the functional group in the resin are 
bonded via an isocyanate compound, epoxy compound and the like. 

[0027] In the present invention, moreover, the polyester resin is obtained by reacting a dicarboxylic acid component 
and a glycol component. The aromatic dicarboxylic add is exemplified by terephthalic acid, isophthalic acid, orthoph- 
thalic acid, naphthalenedicarboxylic acid, biphenyldicarboxylic acid, sodium sulbonatoisophthalic acid and the like. The 
55 aliphatic dicaitooxylic acid is exemplified by succinic add. adipic acid, azelaic acid, sebacic acid, dodecanedicartwxylic 
acid, dimer acid and the like, and the alicydic dicarboxylic acid is exemplified by 1.4-cyclohexanedicart30xylic acid, i .3- 
cydohexanedicarboxylic acid. 1 .2-cyclohexanedicarboxylic acid and acid anhydride thereof and the like. With regard to 
the unsaturated double bond-containing dicarboxylic acid. a. p-unsaturated dicarboxylic acid is exemplified by fumaric 
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acid, maleic acid, maleic anhydride, itaconic acid and citraconic acid, and unsaturated double bond -containing alicyclic 
dicarboxylic acid is exemplified by 2.5-nort>ornenedicarboxytic anhydride, tetrahydrophthalic anhydride and the like. 
Moreover, hydroxycarboxylic acids such as p-hydroxybenzoic aad. p-(2-hydroxyethoxy)benzoic acid, hydroxypivalic 
acid, y-bulyrolactone. e-caprol acton e and the iike can be used as necessary In the preferable composition, a dicarbo- 
5 xylic acid component consists of 50-100 mol% of the aromatic dtcartwDxylic acid, and 0-50 mol% of aliphatic and/or ali- 
cyclic dicarboxylic acid. In the present invention, a polyester resin having an acid anhydride, such as maleic anhydride, 
trimellitic anhydride and the like attached to the molecular terminal, can be used. 

[0028] The glycol component consists of aliphatic glycol having 2 to 10 carbon atoms and/or alicyclic gylcol having 6 
to 12 carbon atoms and/or ether bond -containing glycol and/or unsaturated bond -containing gylcol. The aliphatic glycol 

10 having 2 to 10 cartoon atoms may be. for example, ethylene glycol. 1.2-propylene gylcol. 1.3 -propanediol. i.4-butane- 
diol. 1.5-pentanediol. neopentyl gylcol. 1 .6-hexanediol. 3-methyl-l.5-pentanediol. 1.9-nonanediol. 2-ethyi-2-butyipro- 
panediol. hydroxypivalic add neopentyl gylcol ester, dimethylolheptane and the like, and the alicyclic gylcol having 6 to 
12 carbon atoms may be. for example. i.4-cyclohexanedimethano!. tricydodecanedimethylol and the like. 
[0029] The ether tx>nd-containing gylcol is exemplified by diethylene gylcol. triethylene gylcol. dipropylene gylcol. and 

15 gycds obtained by adding one to several moles of ethylene oxide or propylene oxide to bisphenol having two phenolic 
hydroxyl groups, such as 2.2-bis(4-hydroxyethoxyphenyl)propane and the like. In addition, polyethylene glycol, polypro- 
pylene glycol and polytetramethylene gylcol can be used as necessary. 

[0030] The unsaturated bond-containing gylcol is exerrplified by glycerol monoallyl ether, trimethylolpropane 
monoallyl ether, pentaerythritol monoallyl ether and the like. 

20 [0031 ] The polyester resin to be used in the present invention can be copolymerized with a poIycart)Oxylic add and/or 
polyol having 3 or more carboxyl groups in a proportion of 0-5 moI%. Examples of the polycarboxylic add having 3 or 
more cart>oxyl groups indude (anhydrous) trimellitic acid, (anhydrous) pyromellitic acid, (anhydrous) benzophenonetet- 
racartooxylic acid, trimesic add. ethylene gylcol bis{anhydrous trimellitate). glycerol tris(anhydrous trimellitate) and the 
like. As the polyol having 3 or more hydroxyl groups, glycerol, trimethylolethane. trimethylolpropane. pentaerythritol and 

25 the like can be used. The polycarboxylic acid and/or polyol are/is copolymerized in a proportion of 0-5 mol%. preferably 
0-3 mol%. of the total add component or total glycol component, wherein a proportion of more than 5 mol% results in 
insuffident processability. 

[0032] For the polyester resin to be dissolved or dispersed in an aqueous solvent, at least one of dicarboxylic add 
component and the gylcol component containing the above-mentioned hydrophilic group is copolymerized. 
30 [0033] The hydrophilic group-containing dicarboxylic acid is exemplified by sulfonic add group-containing polycarbox- 
ylic acid and derivatives thereof such as sodium 5-sulfonatoisophthaIic add. tetrabutylphosphonium 5-sulfonatoisoph- 
thalic acid, sodium sulfonatosuccinic acid and the like, and phosphoric acid group containing polycarboxylic acid, such 
as methyl-2.3-dicarboxypropylphosphoric acid and the like. 

[0034] The hydrophilic group-containing gylcol is exemplrtied by sulfonic acid group-containing gylcols and derivatives 
35 thereof such as alkylene oxide adduct with sodium 5-sulfonatoisophthalic add. tetrabutylphosphonium 5-sulfonatoi- 
sophthalic acid, sodium sulfonatosuccinic ackl and the like, sodium suHobisphenol A. 2-sodiumsutfo-i .4-butanediol and 
the like: and phosphoric acid group-containing gylcols and derivatives thereof such as sodium bis(hydroxymethyl)phos- 
phate. sodium bis(2-hydroxyethoxymethyl)phosphate and the like. As the hydrophilic group-containing gylcol, polyeth- 
ylene gylcol having a molecular weight of not less than 100 can be also used. Of these, particularly preferred is sodium 
40 5-sulfonatoisophthalic acid. 

[0035] Moreover, a method for dissolving or dispersing a polyester resin in an aqueous solvent may be an addition of 
trimellitic anhydride or pyromellitic anhydride to the molecular end of polyester. 

[0036] In the present invention, the polyurethane resin comprises polyol (a), an organic diisocyanate compound (b). 
and a chain extender (c) having an active hydrogen group as necessary. The polyol (a) can be various poiyols such as 

45 polyester polyol, polyether polyol. polycartKjnate polyol. polyolefin polyol and the like, as well as epoxy resin, phenoxy 
resin, cellulose resin, phenolic resin, butyral resin and the like. One or more kinds therefrom can be used. A preferred 
polyol is polester polyol containing aromatic dicarboxylic add as a dicarboxylic acid component, with more preference 
given to polyester polyol containing, as a dicarboxylic add component, aromatic dicarboxylic add in a proportion of 30 
- 100 mol% and aliphatic and/or alicyclic dicarboxylic acid in a proportion of 0 - 40 mole%. This polyester polyol is pref - 

50 erably contained in a proportion of 50 -100 wt% of the entire polyol component. 

[0037] Examples of the organic diisocyanate compound(b) include hexamethylene diisocyanate. tetra methylene 
diisocyanate. 3.3 -dimethoxy-4.4'-biphenylene diisocyanate. p-xylylene diisocyanate. m-xylylene diisocyanate. 1.3- 
diisocyanatomethylcyclohexane. 4.4'-diisocyanatodicydohexane. 4.4'-diisocyanatocyclohexylmethane. isophorone 
diisocyanate. 2.4-tolylene diisocyanate, 2.6-tolylene diisocyanate. p-phenylene diisocyanate. diphenylmethane diisocy- 

55 anate. m-phenylene diisocyanate. 2.4-naphthalene diisocyanate. 3.3'-dimethyl-4.4 -biphenylene diisocyanate. 4.4 - 
diisocyanatodiphenyl ether. 1 .5-naphthalene diisocyanate and the like. 

[0038] The chain extender (c) having an active hydrogen group to be used as necessary includes, for example, gylcols 
such as ethylene gylcol. propylene gylcol. neopentyl gylcol. 2.2Kjiethyl-1.3-propanediol. diethylene gylcol. spiro gylcol. 
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polyethylene gylcol and the like; amines such as hexamethytenediamene. propylenediamene and the like. In addition, 
a compound having two or more active hydrogen groups and different functional group, such as dimethyfolpropionic 
acid and the like can be also used. 

{0039] The pblyurethaheTesin to bTusedTnthepTeseht invention is preferably a polyurethane resin obtained by react- 
ing polyol (a>. organic diisocyanate compound (b)and chain extender (c) having an active hydrogen group as necessary 
in a proportion of active hydrogen group of (a)+(c)/isocyanato group of 0.4-1 .3 (equivalent ratio). 
[0040] The polyurethane resin can contain an unsaturated borKJ in the above-mentioned (a), (b) and (c). When an 
unsaturated bond is contained in (c). for example, gylcols such as glycerol monoallyl ether, glycerol monomethacrylate 
arKl the like can be used. 

[0041] The polyurethane resin to be used in the present invention can be prepared by a known method in a solvent 
at a reaction temperature of 20-l50'*C in the presence or absence of a catalyst. The solvent to be used here is exem- 
plified by ketones such as methyl ethyl ketone, methyl isobutyl ketone, cyclohexanone and the like; aromatic hydrocar- 
bones such as toluene, xylene and the like: esters such as ethyl acetate, butyl acetate and the like. The catalyst used 
for accelerating the reaction may be amines, organic tin compound and the like. 

[0042] A method for dissolution or dispersion of polyurethane resin in an aqueous solvent includes a method wherein 
polyol capable of dissolution or dispersion in an aqueous solvent is used as polyol (a) {specHically. the above-mentioned 
polyester capable of dissolution or dispersion in an aqueous solvent is used or polyethylene gylcol having a molecular 
weight of not less than 100 is used); a method wherein the hydrophilic group -containing chain extender is used as the 
chain extender (c). 

[0043] The hydrophilic group-containing chain extender is the hydrophilic group-containing gylcols as explained for 
the the above-mentioned polyester resin; oxybenzoic acids such as glyceric add, dimethyfolpropionic acid. N.N-dieth- 
anolglycine. hydroxyethyloxybenzoic acid and the like; aminocarboxylic acids and derivatives thereof, such asdiamino- 
propionic add. diaminobenzoic add and the like. 

[0044] A different method include, when producing polyurethane. use of an excess of isocyanate compound to give 
polyurethane having an isocyanate terminal, and reaction with polyhydric alcohol compound. As the polyhydric alcohol 
compound, glycerol, trimethylolethane. trimethylolpropane, perrtaerythritol and the like can be used. 
[0045] In the present invention, moreover, the epoxy resin is an epoxy compound per se having plural epoxy groups 
in a molecule, or a reaction product of an epoxy compound and a compound having plural groupTS capatjle of reacting 
with epoxy group, such as hydroxyl group, mercapto group, carboxyl group, acid anhydride, amino group and the like. 
As the epoxy compound, epoxy compound obtained from divalent alcohols, divalent phenols, hydrogenation product or 
halogenation product of these phenols, or novolacs (reaction product of polyhydric phenols and aldehydes such as for- 
maldehyde and the like in the presence of an addic catalyst), and a modified compound thereof with acid such as fatty 
acid, which may be used alone or in combination, with preference given to bisphenol A type epoxy compound, hydro- 
genat^d bisphenol A type epoxy compound; bisphenol F type epoxy compound and modified compound thereof and 
the like. 

[0046] The above-mentioned polyester resin can be reacted with epoxy compound after affording an acid terminal as 
necessary, to give an epoxy-modified polyester resin, which can be used in the same manner. 

[0047] In addition, an unsaturated bond can be introduced by reacting an unsaturated compound such as an unsatu- 
rated acid compound, unsaturated amine compound and the like, having a functional group having high reactivity with 
epoxy group and hydroxyl group in the epoxy resin, with epoxy resin. Examples of the unsaturated acid compound 
include acrylic add. methacrylic add. fumaric acid, maleic acid and anhydride thereof. Itaconic acid and anhydride 
thereof, acid phosphooxyethyl (meth)acrylate (trademark Phosmer M and the like, manufactured by UNICHEMICAL 
CO.. LTD.) and the like, and as the unsaturated amine compound, aminoethyl acrylate. aminoethyl methacrylate and 
the like can be used. In this case, the reaction may proceed in the presence of various catalysts such as pyridine and 
the like. In the case of an epoxy-modified polyester resin, an unsaturated group can be introduced into polyester in 
advance. 

[0048] A method for dissolution or dispersion of the epoxy resin in an aqueous solvent, includes a method wherein 
hydrophilic group -containing polyhydric cartx>xylic acids or polyhydric gylcols described atx>ve with reference to the 
above-mentioned polyester resin, is used as the reaction mate of the epoxy compound: a method wherein aminocar- 
boxylic acids such as diaminopropionic acid, diaminobenzoic acid and the like or derivatives thereof and the like, is used 
as the reaction mate of the epoxy compound. In the case of an epoxy-modified polyester resin, as the polyester resin, 
the above-mentioned polyester resin capable of dissolution or dispersion in an aqueous solvent may be used. Alterna- 
tively, an excess epoxy group compound is used to give an epoxy resin having epoxy terminal and reacted with poly- 
cartx)xylic acid compound to give a resin having carlx»xylic add terminal, which may be neutralized to give a salt on 
demand. The polycarboxylic acid compound to be used here include trimellitic acid, pyromellitic acid, benzophenone- 
tetracarboxylic ackl. trimesic acid, ethylene gylcol bis(anhydruos trimellitate). glycerol tris(anhydruos trimellitate) and 
the like. 

[0049] In the present invention, the acryl-modified polyester resin comprises polyester resin (A) having 5-1000 mol/ 
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10^ g of unsaturated bond and a weight average molecular weight of 1000-100000 and resin (8) obtained from the mix- 
ture of unsaturated monomer, the resin (A) and resin (B) chemically tx>und. wherein resin (B) comprises unsaturated 
monomer (B- 1 ) that can dissolve polyester resin (A) at a temperature of not more than 1 50**C. water soluble unsaturated 
-monomer-(B-2)-having a-functional-group such- as-hydroxyl-group and the like, and ionic unsaturated monomer (B-3) 
5 neutralized with an acid or a base. 

(0050] Each item is explained in the following. 

Polyester resin (A) 

10 [0051] The polyester resin (A) in the present invention has an unsaturated bond in a molecule and has a weight aver- 
age molecular weight of 1000-100000. and constitutes the main chain of the graft polymer. The unsaturated bond in a 
molecule is preferably 5-1000 mol/ 10^ g. When it is less than 5 mol/ 10® g. sufficient grafting is unfeasible and therefore, 
effect by acryl modification is hardly seen, whereas when it exceeds 1000 mol/ 10® g, the polyester shows undesirable 
gellation and the like during grafting. 

IS [0052] When an unsaturated bond is introduced, a dicarboxylic add and a gylcol having an unsaturated bond can be 
used, as mentioned above. In addition, an unsaturated compound having a functional group reactive with carboxyl 
group and hydroxy! group at the polyester terminal can t>e reacted for the introduction. For example, epoxy group-con- 
taining unsaturated monomers such as glycidyl methacrylate and the like; isocyanato group-containing unsaturated 
monomers such as methacryloyl isocyanate and the like: unsaturated acid anhydrides such as maleic anhydride and 



[0053] The dicarboxylic acid and gylcol to be used as a corrponent of the polyester resin (A) is similar to that in the 
above-mentioned polyester resin, wherein the most preferable monomer for the introduction of a double bond is fumaric 
acid, maleic add. itaconic add and 2.5-norli>ornenedicarboxylic anhydride. 



[0054] The resin (B) comprises unsaturated monomer (B-1) that can dissolve polyester resin (A) at a temperature of 
not more than 1 50**C. water soluble unsaturated monomer (B-2) having a functional group such as hydroxyl group and 
the like, and ionic unsaturated monomer (B-3) neutralized with an acid or a base. 

30 [0055] The unsaturated monomer (B-l ) that can dissolve polyester resin (A) at a temperature of not more than 1 50**C 
improves compatibility of polyester resin (A) and resin (B) in the coating. The unsaturated monomer that can dissolve 
polyester resin (A) at a temperature of not more than 1 50"C is an unsaturated monomer capable of dissolving polyester 
resin (A) at a temperature of not more than 150"C upon addition of 200 parts by weight per 100 parts by weight o1 pol- 
yester resin (A). As a rough criteria of the :lissolution property the unsaturated monomer (B-1) can be selected from 

35 the unsaturated monomers having similar structure to aromatic solvent, ester solvent, ketone solvent, ether solvent and 
the mixed solvent thereof, which is capable of dissolving polyester resin (A). They are exerrplified in the following. 

unsaturated monomer having a structure similar to aromatic solvent in wide use: styrene. styrene derivatives: 
unsaturated monomer having a structure similar to ester solvent in wide use: lower alkyi (meth)acryiates. vinyl 
40 esters: 



unsaturated monomer having a structure similar to ether solvent in wide use: vinyl ethers, (meth)acrylic acid gylcol 
ether esters; 

unsaturated monomer having a structure similar to other solvent: N.N-dimethylacrylamide. vinylpyridine. vinylprro- 
lidone. acryloylmorpholine and the like. 



[0056] One or more kinds from these unsaturated monomers can be used. Of these, preferred are styrene and deriv- 
atives thereof and alkyI (meth)acrylates having 1 to 6 carbon atoms, and more prefen^ed are a mixture of styrene or 
derivatives thereof and alkyI (meth)acrylates having 1 to 6 cartx>n atoms. 

[0057] The water soluble unsaturated monomer (B-2) having a functional group such as hydroxy! group and the like 
50 imparts curability and adhesive property to the coating due to the functional group. The water soluble unsaturated mon- 
omer having a functional group such as hydroxyl group and the like is a known unsaturated monomer. Being water sol- 
uble means the capability of being dissolved completely in water at any proportion at a temperature of not more than 
100'*C. Such monomer is exemplified in the following. 

55 hydroxyl group-containing unsaturated monomer : 2-hydroxyethyl (meth)acrylate. 2-hydroxypropyl (meth)acrylate, 
4-hydroxybutyl (meth)acrylate, diethylene gylcol mono(meth)acrylate. dipropylene gylcol mono(meth)acrylate. 
glycerol mono(meth)acrylate. altyl alcohol, glycerol monoallyl ether. N-methylol(meth)acrylamide and the like, 
carboxyl group-containing unsaturated monomer: acrylic acid, methacrylic acid and the like. 



20 



the like: and the like can be used. 
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amino group-containing unsaturated monomer: N.N-dimethyl(meth)acrylamide and the like. 

[0058] One or more kinds from these unsaturated monomers in admixture can be used. Preferred are one or more 

hydroxy! group-containing unsaturated monomer(s), a mixture of one or more hydroxy l-group-containing unsaturated 

£ monomer(s) and one or more carboxyl group-containing unsaturated monomer(s). and a mixture of one or more 
hydroxyl group-containing unsaturated monomer(s) and one or more amino group-containing unsaturated monomer(s). 
The proportion of the hydroxyl group-containing unsaturated monomer in the unsaturated monomer (B-2) is preferably 
not less than 30 wt%. 

[0059] The ionic unsaturated monomer (B-3) neutralized with an acid or a base facilitates meeting of the polymer of 

w the unsaturated monomer mixture in a coating and effective for improving curing efficiency and suppressing degrada- 
tion of adhesive property. When it is contained in an excess, however, it causes low water resistance, so that it is desir- 
able to keep it to the minimum level. Examples of these unsaturated monomer include unsaturated carboxylic acid 
compounds, unsaturated phosphoric acid compounds and unsaturated sulfonic acid compourKis neutraltlized with a 
base, quaternary ammonium group-containing unsaturated monomers and the like. Specific examples include alkaline 

15 metal salt, ammonium salt and organic amine salt of (meth)acrylic acid ; sodium styrenesulfonate; alkaline metal salt, 
ammonium salt and organic amine salt of acid phosphoxyethyl (meth)acrylate (trademark Phosmer M etc.. manufac- 
tured by UNICHEMICAL CO.. LTD.); alkali metal salt, ammonium salt and organic amine salt of acrylamidomethylpro- 
panesulfonic acid; (meth)acryloyloxyethyi trimethyl ammonium chloride; (meth)acryloyloxyethyl triethyl ammonium 
chloride: (meth)acryloyloxyethyi trimethyl ammonium sulfate: (meth)acryloyloxyethyl triethyl ammonium sulfate: 

20 (meth)acryloyloxyethyl trimethyl ammonium phosphate; (meth)acryloyloxyethyl triethyl ammonium phosphate; acetate, 
hydrochloride, phosphate and sulfate of N.N-dimethyiaminoethyl (meth)acrylate; acetate, hydrochloride, phosphate and 
sulfate of N.N-diethylaminoethyl acrylate. and the like, with preference given to unsaturated monomers of strong acid 
and strong base, such as sodium styrenesuHonate. The unsaturated monomer (B-3) may be converted to alkaline metal 
salt, ammonium salt or organic amine salt after polymerisation. 

25 [0060] As the resin (B). various other known unsaturated monomers inclusive of multifunctional unsaturated mono- 
mers can be used as necessary. Examples of various unsaturated monomer include various vinyl conopounds. vinyl 
ester compounds, vinyl ether compounds, (meth)acrylates and the like. They enable adjusting/imparting of solvent dis- 
solution property. Tg. other reactivity and the like of resin (B). The multifunctional unsaturated monomer is exemplified 
by ethylene gylcol di(meth}acrylate. diethylene gylcol di(meth)acrylate and the like. 

30 [0061] The resin (B) comprises unsaturated monomer (6*1) that can dissolve polyester resin (A) at a temperature of 
not more than 150*'C. water soluble unsaturated monomer (B-2) having a functional group such as hydroxyl group and 
the like, and ionic unsaturated monomer (B-3) neutralized with an add or a base. Supposing the weight of polyester 
resin (A) is X. the weight of resin (B) is Y. the weight ratio (Y/X) of resin (B)/polyester resin (A) is preferably within the 
range of 1/99-30/10. more preferably 10/90-80/20. When polyester resin (A) is containeo in a smaller ratio, the charac- 

35 teristic property of polyester resin (A) is difficult to be exerted and when it is contained in a larger ratio, the effect of 
improving curability becomes less. 

[0062] Supposing the weight of unsaturated monomer (B-1) that can dissolve polyester resin (A) at a temperature of 
not more than ISO^C is Yi. the weight of water soluble unsaturated monomer (B-2) having a functional group such as 
hydroxyl group and the like is Y2. and the weight of ionic unsaturated monomer (b-3) neutralized with an acid or a base 

40 is Y3. the relationship as expressed by 0.6 ^ (YI +Y2+Y3)/Y^1 .0 preferably exists. When (Y1 +Y2+Y3)/Y is smaller than 
this range, the effect of improving curability becomes less. As to the unsaturated monomer (B-1). 0.005^Y1/X 
and0.3sY1/YS0.7 are preferable, and when Yl/X or Y1/Y is smaller than this range, compatibility cannot be imparted 
easily As to the saturated monomer (B-2). 0.005^Y2/X and 0.35Y2/Ygo.7 are preferable, and when Y2/X or Y2/Y is 
smaller than this range, curability becomes less. As to the unsaturated monomer (B-3). Y3/X^0.05 and 

45 0.000 1 SY3/YS0. 1 are preferable, when Y3/X or Y3/Y is greater than this range, water resistance and the like becomes 
undesirably poor. 

[0063] In the present invention, the acryl-modified polyurethane resin is obtained by the use of dout>le bond-contain- 
ing polyurethane resin instead of the above-mentioned double bond-containing polyester resin (A). In the polyurethane 
resin, double bond-containing glycerines such as glycerine monoallyl ether, trimethytolpropane monoallyl ether, pen- 
so taerythritol monoallyl ether and the like can be used. 

[0064] In the present invention, acryl -modified polyester polyurethane resin is obtained by the use of double tx>nd- 
containing polyester polyurethane resin instead of the atwve- mentioned double bond-containing polyester resin (A) 
Other is the same as in the acryl-modified polyester. 

[0065] The aluminum salt in the present invention includes, for example, compounds such as aluminum phosphate. 
55 aluminum monohydrogenphosphate, aluminum dihydrogenphosphate. aluminum acetate, aluminurn formate, alumi- 
num nitrate, aluminum sulfate, aluminum chloride, aluminum bromide, aluminum fluoride, aluminum oxalate, aluminum 
nitrite, aluminum sulfite, aluminum hydrogensulfite, aluminum silicate, aluminum bioxalate. aluminum bifluoride. alumi- 
num carbonate, aluminum hydrogencarbonate. aluminum hydrogensulfate. aluminum hydroxide, aluminum polyphos- 
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phate. aluminum hypophosphite, aluminum tripol /phosphate, aluminum hexametaphosphate. aluminum 
polymetaphosphate. aluminum phosphonate and the like, with particular pref era nee given to aluminum phosphate, alu- 
minum monohydrogenphosphate. aluminum dihydrogenphosphate. An aluminum compound capable of converting to 
— an-aluminum salt in the agent-for treating-metallic-surfacexontaining solvent may. bemused even if It is not an aluminum 
salt. These aluminum salts are preferably capable of dissolving in a solvent to be used for the agent for treating metallic 
surface. 

[00661 The salt of the metal other than aluminum of the present invention is preferably a salt of a polyvalent metal, 
and the metal other than aluminum is exemplified by Cu. Co. Fe. Mn. Sn. V. Ba. Mg. Zr. W. Mo. Ca. Sr, Nb. Y and Zn. 
with preference given to Mn, Mg. Zr. W. Mo. Ca and Sr. The most prefen-ed is Mn. The salt may be phosphate, mono- 
hydrogenphosphate. dihydrogenphosphate. acetate, formate, nitrate, sulfate, chloride, bromide, fluoride, oxalate, nitrite, 
sulfite, hydrogensulfite. silicate, bioxalate. bifluoride. carbonate, hydrogencarbonate. hydrogensulfate. hydroxide, 
polyphosphate, hypophosphite. tripolyphosphate. hexametaphosphate, polymetaphosphate. phosphonate and the like, 
with preference given to phosphate, monohydrogenphosphate and dihydrogenphosphate. A compound capable of con- 
verting to a salt in the agent for treating metallic surface containing solvent may be used even if it is not a salt. These 
salts are preferably capable of dissolving in a solvent to be used for the agent for treating metallic surface. 
(0067] With regard to the salt of the metal other than aluminum of the present invention, its phosphate compound is 
exemplarly shown in the following. 

Copper phosphate, cobalt phosphate, iron phosphate, manganese phosphate, tin phosphate, vanadium phos- 
phate, barium phosphate, magnesium phosphate, zirconium phosphate, tungsten phosphate, molybdenum phos- 
phate, calcium phosphate, strontium phosphate, niobium phosphate, yttrium phosphate, zinc phosphate: 
copper monohydrogenphosphate. cobalt monohydrogenphosphate, iron monohydrogenphosphate. manganese 
monohydrogenphosphate. tin monohydrogenphosphate. vanadium monohydrogenphosphate. barium monohydro- 
genphosphate. magnesium monohydrogenphosphate. zirconium monohydrogenphosphate. tungsten monohydro- 
genphosphate, molytxJenum monohydrogenphosphate. calcium monohydrogenphosphate. strontium 
monohydrogenphosphate. niobium monohydrogenphosphate. yttrium monohydrogenphosphate. zinc monohydro- 
genphosphate: 

copper dihydrogenphosphate. cobalt dihydrogenphosphate. iron dihydrogenphosphate. manganese dihydrogen- 
phosphate. tin dihydrogenphosphate. vanadium dihydrogenphosphate. barium dihydrogenphosphate. magnesium 
dihydrogenphosphate. zirconium dihydrogenphosphate. tungsten dihydrogenphosphate. molytxJenum dihydrogen- 
phosphate. calcium dihydrogenphosphate, strontium dihydrogenphosphate. niobium dihydrogenphosphate. yttrium 
dihydrogenphosphate, zinc dihydrogenphosphate; 

copper polyphosphate, cobalt polyphosphate, iron polyphosphate, manganese polyphosphate, tin polyphosphate, 
vanadium polyphosphate. t)arium polyphosphata. magnesium polyphosphate, zirconium polyphosphate, tungsten 
polyphosphate. molytxJenum polyphosphate, calcium polyphosphate, strontium polyphosphate, niobium pkolyphos- 
phate. yttrium polyphosphate, zinc polyphosphate; 

copper hypophosphite. cobalt hypophosphite. iron hypophosphite. manganese hypophosphite. tin hypophosphite. 
vanadium hypophosphite. barium hypophosphite. magnesium hypophosphite. zirconium hypophosphite. tungsten 
hypophosphite, molytxJenum hyFK)phosphite. calcium hypophosphite. strontium hypophosphite. niobium hypo- 
phosphite. yttrium hypophosphite. zinc hypophosphite: 

copper tripolyphosphate. cobalt tripolyphosphate. iron tripolyphosphate. manganese tripolyphosphate. tin 
tripolyphosphate. vanadium tripolyphosphate. barium tripolyphosphate. magnesium tripolyphosphate. zirconium 
tripolyphosphate. tungsten tripolyphosphate. molytxJenum tripolyphosphate. calcium tripolyphosphate. strontium 
tripolyphosphate. niobium tripolyphosphate. yttrium tripolyphosphate. zinc tripolyphosphate. 
copper hexametaphosphate. cobalt hexametaphosphate. iron hexametaphosphate. manganese hexametaphos- 
phate. tin hexametaphosphate. vanadium hexametaphosphate. barium hexametaphosphate. magnesium hexam- 
etaphosphate, zirconium hexametaphosphate. tungsten hexametaphosphate. nrx)lybdenum hexametaphosphate. 
calcium hexametaphosphate, strontium hexametaphosphate. niobium hexametaphosphate. yttrium hexameta- 
phosphate. zinc hexametaphosphate; 

copper polymetaphosphate. cobalt polymetaphosphate. iron polymetaphosphate. manganese polymetaphos- 
phate. tin polymetaphosphate. vanadium polymetaphosphate. barium polymetaphosphate. magnesium polymeta- 
phosphate. zirconium polymetaphosphate. tungsten polymetaphosphate. molytxJenum polymetaphosphate. 
calcium polymetaphosphate. strontium polymetaphosphate. niobium polymetaphosphate. yttrium polymetaphos- 
phate. zinc polymetaphosphate: 

copper phosphonate. cobalt phosphonate. iron phosphonate. manganese phosphonate. tin phosphonate, vana- 
dium phosphonate. barium phosphonate. magnesium phosphonate. zirconium phosphonate. tungsten phospho- 
nate. molytxJenum phosphonate, calcium phosphonate. strontium phosphonate. niobium phosphonate. yttrium 
phosphonate. zinc phosphonate. and the like. 
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[0068] The aluminum salt content in the present invention is preferably 0.005-10 moles, more preferably 0.01 -5 moles, 
still more preferably 0.0 1 5- 1 .5 moles and most preferably 0.05-1 .0 mole relative to 100 g of the above-mentioned resin 
and/or precursor thereof. The content of the saJt of the metal other than aluminum in the present invention is preferably 
—0:005-10 molesrmore preferably 0.01 -5-moles,>still most-preferably.O.O.TS^I .5 moles and most preferably 0.05-1 .0 mole 
5 relative to 100 g of the above-mentioned resin and/or precursor thereof. The content of the total of the aluminum salt 
and the salt of the metal other than aluminum in the present invention is preferably 0.005-10 moles, more preferably 
0.01-5 moles, still most preferably 0.015-1.5 moles and most preferably 0.05-1.0 mote relative to 100 g of the above- 
mentioned resin and/or precursor thereof. 

[0069] The combination of the aluminum salt and the salt of the metal other than aluminum is most preferably that of 
w aluminum dihydrogenphosphate and manganese phosphate. 

[0070] The inorganic oxide particle in the present invention is. for example, a particle of an oxide of Si. Fe. Ge. Ti. Zr. 

Mg. Sn. Sb and Al. Examples thereof include colloidal silica: Si02 powder; colloid, sol and powder of SnOs. Fe203. 

Fe304. MgO. AI2O3 and 2r02. from which one or more can be used. Of these, the use of Si02 is most preferable. These 

are effective for improvement in corrosion resistance and adhesion to a paint, as well as resistance to scratch and the 
J5 like. 

[0071 ] The aluminum-containing inorganic oxide partide in the present invention is free of particular limitation as long 
as it contains aluminum, oxygen and at least one element other than these two. as a part of the constituent components 
of the inorganic oxides constituting the inorganic oxide particle. 

[0072] The element other than aluminum and oxygen is preferably Si, Fe. Ge. T\, Zr. Mg. Sn and Sb. Of these, at least 
20 one member from colloid, sol and powder of SiOg. FeaOgy Fe304. MgO. ZrOg. SnOg and SbgOg is preferably contained 
as a major constituent component of the Inorganic oxide. Of these. Si02 is preferably one of the constituent compo- 
nents. 

[0073] The above-mentioned aluminum-containing inorganic oxide particle is preferably an inorganic oxide particle 
surface-treated with an aluminum compound. Specifically, it is preferably colloidal silica surface-treated with an alumi- 
25 num compound (hereinafter to be abbreviated as Al surface-treated colloidal silica). 

[0074] The Al surface-treated colloidal silica is produced by. for example, treating the colloidal silica prepared by the 
sol-gel method with atuminate ion (AICOH)"*"). which is disclosed in US Patent No. 2892797. 

[0075] The al50ve-mentioned aluminum-containing inorganic oxide particle can be used alone or in combination. The 
above-mentioned inorganic oxide particle of Al-free colloid, sol and the like of SiOg. FegOa. Fe304. MgO. ZrOa. SnOg 
30 and SbgOs may be used concurrently. In addition, the above-mentioned aluminum salt may be concurrently used. 

[0076] The above-mentioned inorganic oxide particle and the above-mentioned aluminum-containing inorganic oxide 
particle preferably respectively have a particle size of 1-20 nm. and most preferably 4-6 nm. 

[0077] The content of the above-mentioned inorganic oxide particle and the above-mentioned aluminum-containing 
inorganic oxide particle is respectively preferably 2-80 parts by weight, more preferably 2-70 parts by weight, still more 

35 preferatrfy 10-70 parts by weight, and most preferably 20-60 parts by weight relative to 100 g of the above-mentioned 
resin and/or precursor thereof. When the above-mentioned inorganic oxide particle arxi the above-mentioned alumi- 
num-containing inorganic oxide particle are concurrently used, the total content thereof is preferatDly 2-80 parts by 
weight, more preferably 2-70 parts by weight, still more preferably 10-70 parts by weight, and most preferably 20-60 
parts by weight relative to 100 g of the atiove-mentioned resin and/or precursor thereof. 

40 [0078] The agent for treating metallic surface of the present invention contains a phosphorus compound besides the 
above-mentioned constituent components. Examples of the phosphorus compound include phosphoric acids and 
derivatives thereof. The phosphoric acids dissolve the surface of a metal material and deteriorate the surface, so that 
they can improve adhesion between the metal material and the surface treatment layer. Examples of the usable phos- 
phoric acids include phosphoric acid, polyphosphoric acid, hypophosphorous acid, tripolyphosphoric acid, hexameta- 

45 phosphoric acid, polymetaphosphoric acid and salts thereof and derivatives thereof (e.g.. alkyi phosphate, phenyl 
phosphate and the like). Alternatively, the above-mentioned aluminum salt and the salt of the metal other than alumi- 
num can also act as the phosphorus compound (e.g.. the aluminum salt and the salt of the metal other than aluminum 
are salts of phosphoric acids). 

[0079] When an aluminum salt and an inorganic oxide particle are contained in the agent for treating metallic surface 
50 of the present invention, it is required that the equivalent ratio of the elements of phosphorus/aluminum be not less than 
0.1. preferably not less than 0.5. and more preferably not less than 10. When the equivalent ratio is less than 0.1. the 
phosphorus compound has less action on the suiiace of the metal material, which in turn results in weather adhesion 
between the surface treatment layer and the metal material, and less anticorrosion effect by the surface treatment layer. 
While the upper limit is not particularly limited, it is preferably not more than 1000. 
55 [0080] The agent for treating metallic surface of the present invention is prepared by dissolution and/or dispersion of 
each constituent component in a solvent. The solvent usable in the present invention includes organic solvents and 
aqueous solvents, with preference given to aqueous solvents. Examples of the aqueous solvent include water and a 
mixture of water and a solvent compatible with water. The solvent compatible with water is exemplified by tetrahydro- 
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furan. methyl ethyl ketone, isopropanol. methanol, ethanol. propanol. acetone, dimethylformamide. dimethylacetamide. 
dimethyl sulfoxide, dioxane and the like. 

{0081 ] The inventive agent for treating metallic surface can further improve corrosion resistance by containing various 
oxidizing agems.-The-use of the oxidizing agent.such.as.N204.-.N203,^N20,-Cu(N03)2.-AgN03. NH4NO3. Ba02. FeCl2. 
5 CUSO4. Cu(CH3COO)2. Hg{CH3COO)2. Bi(CH3COO)3. Ag20. CuO. 61203. HMnO^ and Mn02 is preferable. One or 
more of these can be used. The effect of the oxidizing agent is considered to immobilize the surface of the metal mate- 
rial. 

[0082] The agent for treating metallic surface of the present invention preferably has a pH of 1 .5-3.5. more preferably 
2.0-3.0. By setting the pH to this range, a slight amount of metal is eluted out from the surface of the metal material, by 
10 which the metal element in the agent for treating metallic surface and the metal eluted out again precipitate on the sur- 
face of the metal material, thereby forming a complex metal film on the surface of the metal material. At the same time, 
the resin is pseudo-crosslinked by Al and other metal and the like, and these integrally form a strong surlace treatment 
layer. 

[0083] The above-mentioned action is frequently prominent when various metal materials, particularly steel materials 
15 such as cold draw steel plate, black steel plate, add washed heat drawn steel plate, thick plate, shape steel, pipe, wire 
material and the like, a material made from a metal susceptible to imnrK)bilization such as copper, copper alloy, titanium, 
titanium alloy, nickel, nickel alloy, aluminum, aluminum alloy, magnesium, magnesium alloy, stainless and the like, or a 
material having a plating layer containing an element susceptible to immobilization such as Fe. Ni, Or. Cu. At. Mg. Ti 
and the like, are treated with the inventive agent for treating metallic surface. 
20 [0084] While the reason therefor is not entirely clear at the moment, when the agent for treating metallic surface is 
applied to various metal materials, the metal element in the surface of the metal material partly elutes out as ion into 
the surface treatment layer, wherein excess elution of the ion leads to adsorption or binding therof to any of the constit- 
uent component of the surlace treatment layer and degraded function of the constituent component, which in turn fre- 
quently degrades the function of the entire surface treatment layer. When the agent for treating metallic surface 
25 containing an oxidizing agent Is applied to the surface of the metal material and the surface is immobilized, excess elu- 
tion of the ion to the surface treatment layer can be greatly suppressed, thereby inhibiting the adverse consequence of 
the ion elution. As a result, superior film property is secured stat)ly. 

[0085] In the present invention, the agent for treating metallic surface is applied so that the solid content can be not 
less than 0.2 g/m^. thereby to achieve superior adhesion to the metal material, adhesion to a paint, naked corrosion 
30 resistance of the processed part and resistance to flaw of the processed part. While the upper limit is not particularly 
limited, it is preferably 20 g/m^ is preferable, more preferably 10 g/m^, and still more preferably 5,g/m^. from the eco- 
nomical aspect. In consideration of the welding of the surface-treated metal material, the thickness of the surface treat- 
ment layer is preferably not wore than 5 nm. more preferably not more than 3 ^m and most preferably not more than 2 
jjm. 

35 [0086] When the surface treating agent of the present invention is sprayed on various metal plates, roll coating, spray 
coating, brush coating, immersion coating, curtain flow and any other method can be used. 

[0087] In the present invention, the metal material is exemplified by a plated steel plate obtained by plating a steel 
plate with one kind of metal made from, for example, Zn. Ni. Cu. Fe. Al. Co. Cr. Ti. Mg, Mn. Sn. Pb and the like; an alloy- 
plated steel plate obtained by plating a steel plate with two or more of these metals; a plated steel plate obtained by 

40 dispersing a third metal and/or an inorganic compound such as silica, alumina, zirconia. titania and the like in the above- 
mentioned plated layer; an alloy plate made from two more of the above-mentioned metals, such as zinc or zinc alloy 
plate, copper or copper alloy plate, aluminum or aluminum alloy plate, magnesium or magnesium alloy plate, titanium 
or titanium alloy plate, nickel or nickel alloy plate, silicon steel plate, stainless and the like, and steel materials inclusive 
of cold draw steel plate, heat drawn black steel plate, acid washed heat drawn steel plate, thick plate, shape steel, pipe, 

45 wire material and the like. These are free of particular limitation and any metal material can be used as long as it is eas- 
ily corroded. The agent for treating metallic surface of the present invention is applied to these metal materials, dried 
and cured as necessary to give a metal material having a chromium free surface treatment layer, which shows superior 
adhesion to the metal material ar\6 extremely excellent corrosion resistance and adhesion to a paint. 
[0088] The coated metal material of the present invention is explained in the following. The coated metal material of 

so the present invention comprises at least a metal material, a chromium-free surface treatment layei' having a thickness 
of not more than 5 ^im and a resin coating layer successively laminated, wherein, when the surface of the resin coating 
layer of the coated metal material is cut to mark an X shape (crosscut) with a knife that reaches the metal material and 
the coated metal material is subjected to the salt water spray treatment defined in J IS Z 2371 . the maximum swelling 
width of the resin coating layer after 360 hours of the treatment is not more than 5 mm. 

55 [0089] When the thickness of the surface treatment layer exceeds 5 ^m. welding before forming a resin coating layer 
results in cartx>nation of the surface treatment layer by the heat an6 inferior welding property, and uniform electrodepo- 
sition of the resin coating layer by electrodeposition coating method cannot be achieved. The thickness of the surlace 
treatment layer is preferably not more than 3 pm. more preferably not more than 2 um and most preferably not more 
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than 1.5 Mm. 

[0090] In a coated metal material having a resin coating layer that shows maximum swelling width exceeding 5 mm. 
pinholes occur on the resin coating layer surface or the surface is flawed and rust spreads rapidly from the damaged 
region. As a result? Ihel^esin'coating layer'peels off and Ihe coa led metal ma terial no longer- stands practical use. The 
5 maximum swelling width of the resin coating layer is preferably not more than 3 mm. more preferably not more than 2 

mm. 

(0091] The coated metal material of the present invention can be applied to various uses such as home appliances, 
body of an automobile and the like. Therefore, it is preferable that a cold draw steel plate be metal-piated and used as 
a metal material. Examples of preferable metal-plating include electrolytic plating and hot dip plating of Zn or Zn alloy 
10 (particularly zinc-nickel plating is preferable). 

[0092] When such plated metal material is used, the crosscutting with a knife should be stopped at the plating layer 
for accurate evaluation of rustproof property. 

[0093] To set the maximum swelling width of the resin coating layer in the present invention to not more than 5 mm. 
a chromium-free agent for treating metallic surface should be selected. Examples of the agent for treating metallic sur- 
15 face include a chromium-free agent for treating metallic surface comprising a mixture of an aluminum salt and an inor- 
ganic oxide particle, and/or an aluminum-containing inorganic oxide particle; a salt of a metal other than aluminum, a 
phosphorus compourxl; and a resin and/or a precursor thereof as constituent components. 

[0094] The resin to be used for the resin coating layer may be a known one such as alkyd resin, polyester resin, poly- 
urethane resin, epoxy resin, acrylic resin, modified resins thereof and the like. The resin may contain various pigments. 
20 ultraviolet absorbents and stabilisers. In addition, the resin may be crosslinked with various curing agents such as iso- 
cyanate conpound. alkyi -etherized formaldehyde compound, epoxy compound, radical polymerizable compound and 
the like. TTie resin coating layer can be formed by applying an organic or aqueous painting, adhering a powder paint by 
heat, electrodeposition and the like. 

[0095] The coated metal material of the present invention may be a postcoat product obtained by molding a surface- 
's treated metal material and then forming a resin coating layer. It is preferably a precoat metal obtained by forming a sur- 
face treatment layer and a resin coating layer on a metal material in a roll before cutting and molding 
[0096] The surface-treated metal material of the present invention is explained in the following. The surface -treated 
metal material of the present invention conrprises a metal material and a chromium-free surface treatment layer having 
a thickness of not more than 5 >im formed on the metal material, wherein, when the surface-treated metal material is 
30 subjected to a salt water spray treatment defined in JIS Z 2371 . the surface treatment layer has a residual Si percentage 
as represented by the following formula after 360 hours of the treatment of not less than 0.5 and/or a residual P per- 
centage as represented by the following formula after 360 hours of the treatment of not less than 0.5: 

Residual Si percentage of the surface treatment layer - 
^5 Si content of the surface treatment layer after 360 hours of the treatment/Si 

content of the surface treatment layer before the treatment 

Residual P percentage of the surface treatment layer= 
P content of the surface treatment layer after 360 hours of the treatment/P 
content of the surface treatment layer before the treatment 

[0097] The residual Si percentage is preferably not less than 0.6. more preferably not less than 0.7 and most prefer- 
45 ably not less than 0.8. and the residual P percentage is preferably not less than 0.6. nrwre preferably not less than 0.7 
and most preferat)ly not less than 0.8. 

[0098] In a surface-treated metal material having residual Si and P percentages of less than 0.5. the adhesion 
between the surface treatment layer and the metal material decreases and the void in the surface treatment layer 
becomes greater. Consequently, oxygen, water and the like easily contact the surface of the metal material to easily 

50 produce rust. In addition, the interaction with the resin decreases and the surface treatment layer radically falls off. 
[0099] When the surface treatment layer has a thickness greater than 5 yim. welding results in cartX)nization of the 
surface treatment layer by the heat and inferior welding property, and uniform electrodeposition of the resin coating 
layer by electrodeposrtion coating method cannot be achieved. The thickness of the surface treatment layer is preferably 
not more than 3 ^m. more preferably not more than 2 ^m and most preferably not more than 1 .5 ^m 

55 [0100] A surface-treated metal material having a residual Si percentage of not less than 0.5 and/or a residual P per- 
centage of not less than 0.5 can be obtained by the use of a chromium-free agent for treating metallic surface compris 
ing a mixture of an aluminum salt acid and an inorganic oxide particle, and/or an aluminum -containing inorganic oxide 
particle; a salt of a metal other than aluminum; a phosphorus compound: and a resin and/or a precursor thereof as con- 
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stituent components and other method. 

[0101] The surface-treated metal material of the present invention comprises a metal material and a chromium-free 
surface treatment layer having a thickness of not more than 5 jim formed on the metal material, wherein, when the sur- 
— face-treated metal material is subjected-to. the salt water spray treatment defined in JIS Z 237i . the surface treatment 
layer has a residual Al percentage as represented by the following formula after 360 hours of the treatment of not less 
than 0.5: 

Residual A! percentage of the surface treatment layer= 
AJ content of the surface treatment layer after 360 hours of the treatment/ Al 
content of the surface treatment layer before the treatment. 



[0102] The residual Al percentage is preferably not less than 0.6. more preferably not less than 0.7 and most prefer- 
ably not less than 0.8. 

15 {0103] In a surface-treated metal material having a residual Al percentage of less than 0.5. the adhesion between the 
surface treatment layer and the metal material decreases and the void in the surface treatment layer becomes greater. 
Consequently, oxygen, water and the like easily contact the surface of the metal material to easily produce rust. In addi- 
tion, the interaction with the resin decreases and the surface treatment layer radically falls off. 

[0104] When the surface treatment layer has a thickness greater than 5 lam. welding results in carbonization of the 

20 surface treatment layer by the heat and inferior welding property, and uniform electrodeposition of the resin coating 
layer by electrodeposition coating method cannot be achieved. The thickness of the surface treatment layer is preferatriy 
not more than 3 ^m, more preferat>ly not more than 2 ^m arxj most preferably not more than 1.5 \im. 
[0105] A surface-treated metal material having a residual Al percentage of not less than 0.5 can be obtained by the 
use of a chromium-free agent for treating metallic surface comprising a mixture of an aluminum salt and an inorganic 

25 oxide particle, and/or an aluminum-containing inorganic oxide particle: a salt of a metal other than aluminum; a phos- 
phorus compound: and a resin and/or a precursor thereof as constituent conrponents. and by other method. 
[0106] The coated metal material and the surface -treated metal material of the present invention can be applied to 
home appliances and deskwork tools such as electric washing machine, TV. personal computer, word processor and 
the like: building materials such as roof, wall material, guard rail, various iron columns and the like: automobile parts 

30 such as body and gasoline tank; and the like. In addition, they can be applied to ship building parts; bridge steel made 
from thick plate and cape steel; wire ropes made from wire materials; various transport ducts made from pipe: steel fur- 
niture and efficiency furniture made from cold draw steel plate: containers made from heat drawn black steel plate and 
acid washed heat drawn steel plate, such as drum; kxjx and compartment parts such as container: and the like. 
[0107] Inasmuch as the agent for treating metallic surface of the present invention is chromium free and causes no 

35 pollution, it can be used for a wide range of applications, such as containers (e.g.. food can and various cans), toys and 
the like. The surface treatment layer thus formed shows superior insulating property. Therefore, the agent of the present 
invention can be used for coating of an electromagnetic steel plate (silicon steel plate), particulariy. a non-oriented elec- 
tromagnetic steel plate. 

40 (Action) 

[0108] An Al compound in the agent for surface -treating steel plate has been disclosed. However, a resin and alumi- 
num, as well as other elements have been left unsaid. Therefore, the present inventors have first elucidated that a com- 
bination of the following achieves high corrosion resistance. 

45 

(i) at least one of a mixture of an aluminum salt and an inorganic oxide particle, and an aluminum-containing inor- 
ganic oxide particle comprising aluminum, oxygen and at least one element other than these two 

(ii) a salt of a metal other than aluminum 

(iii) a phosphorus compound 

50 (iv) a resin and/or a precursor thereof 

[0109] When the residual percentage of aluminum is determined after various corrosion resistance tests, the inventive 
agent for treating metallic surface showed high residual percentage of aluminum and other metal elements other than 
aluminum. arKi other elements in the additives (e.g.. Si. P and the like) in the surface treatment layer. In the agent for 
55 treating metallic surface of the present invention, it is postulated that each component interacts with each other to sup- 
press falling out of each component from the surface of the metal material even under severe test conditions, but the 
mechanism is unknown. The present invention is not limited by the mechanism of corrosion resistance achieved by the 
present invention. 
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[0110] The present invention is explained by referring to the examples in the following. In the exannples. "part" means 
"parts by weight* and "Vo" means "wt%" unless otherwise specified. Each determination item was in accordance with 
the following methods. 



5 ( 1 ) Weight average molecular weight 

[01 11 ] A resin (0.005 g) was dissolved in tetrahydrofuran (10 cc) and the molecular weight was measured by GPC- 
LALLS apparatus, low angle light scattering photometer LS-8000 (manufactured by Toso. tetrahydrofuran solvent, ref- 
erence : polystyrene). 

to 

(2) Aqueous dispersion particle size 

[01 1 2] An aqueous dispersion was adjusted to solid concentration (0. 1 wt%) with ion exchange water and the particle 
size was measured by laser light scattering particle distributor. Coulter mode! N4 (manufactured by Coulter) at 20**C. 



/5 



(3) Naked corrosion resistance 



[01 1 3] Using a salt water spray apparatus (salt water concentration 5%. tank inside temperature SS^'C. spray pressure 
200 PSl) according to JIS 2-2371 standard, the test was performed with regard to the surface-treated metal material 
20 obtained in Example or Comparative Example. After running the test for each period, occurrence of white rust was eval- 
uated. As the naked corrosion resistance of the processed part, the surface-treated metal material was extruded by 6 
mm Erichsen. By the same test as above, occurrence of white rust in the Erichsen part was observed. 

@ : white rust occurrence area 0%, O ■ white rust occurrence area within 5%, a white rust occurrence area within 
25 1 0%. X : white rust occurrence area within 50%, X X : white rust occun-ence area 50% or more 



(4) Adhesion to metal material 

[0114] The surface-treated metal nnaterial obtained in Example or Comparative Example was immersed in boiling 
30 water for 30 minutes, and the surface treatment layer was cut into 2 mm lattice pattern. The peel off area of the surface 
treatment layer was evaluated by peeling off with a tape. 

@ peel off area 0%. O ' P^^l off area within 5%. a : peel off area within 10%, X : peel off area within 50%. X X : 
pee! off area 50% or more 

35 

(5) Adhesion to paint after treatment with boiling water 

[0115) A melamine low temperature baking paint (manufactured by KANSAI PAINT CO., LTD.. AMILAC'** 1000) was 
applied to the surface treatment layer of the surface-treated metal material obtained in Example or Comparative Exam- 
40 pie. so that the paint would have a thickness after baking of 30 jim. arKi baked at 135**C for 30 minutes. The dried steel 
plate was immersed in tailing water for 1 hour for treatment. The resin coating layer was cut into 2 mm lattice pattern. 
The peel off area of ttie resin coating layer was evaluated by peeling off with a tape. 

@ : peel off area 0%, O • P®®' ^ within 5%. £x : peel off area within 10%. X : peel off area within 50%, X X 
45 peel off area 50% or more 

(6) Residual percentage of element of the surface treatment layer 

[01 1 6] Using a salt water spray apparatus (salt water concentration 5%. tank inside temperature 35*'C. spray pressure 
50 200 PSl) according to JIS Z-2371 standard, the test was performed with regard to the surface-treated metal material 
obtained in Example or Comparative Example for 360 hours. The surface-treated steel plate before and after test were 
cut into 3-3 cm x 3.3 cm pieces and subjected to determination with fluorescent X ray determination apparatus 3270 
(manufactured by RIGAKU CO.. LTD.). whereby peak intensity corresponding to each element was determined. The 
residual percentage of element of the surface treatment layer was calculated by the following formula: 

55 

Residual percentage of element of the surface treatment layers 
(peak intensity of sample after the test)/(peak intensity of sample before the test) 
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(7) Crosscut test 



[01 1 7] An agent for treating metallic surface was applied to a zinc electroplated steel plate (70 mm x 1 50 mm. adhered 
~inc''30'g/iTi2)T61Helbtal sdlicJ content' of l^O'gyrfi^^tRlclaiessX'OlLrm) and d at 200*C for 30 secbTids. A melamine 

5 low tenperature baking paint (manufactured by KANSAI PAINT CO.. LTD.. AMILAC''' 1000) was applied to the surface 
treatment layer of the surface-treated metal material obtained in Example or Comparative Example, so that the paint 
would have a thickness after baking of 30 um. and leaked at ISS'^C for 30 minutes. The obtained resin coating layer was 
cut in an X-shape (crosscut) to reach the plating layer with a cutter knife manufactured by Olfa. wherein two about lO 
cm long cuts cross at the central part of each coating, forming an angle of about 45 degrees. Using a salt water spray 

w apparatus (salt water concentration 5%. tank inside temperature 35**C. spray pressure 200 PSI) according to JIS Z- 
2371 standard, the test was performed for 360 hours. After the test, the maximum swelling width of the resin coating 
layer from the crosscut part was measured. The maximum Swelling width was measured with a verneir calipers and 
when the width was not clear, the swollen coated layer was peeled off with a needle and the like and the swollen width 
was measured. 

IS 

Production Example of resin (A-D 

{0118] Into a reaction vessel equipped with a stirrer, a thermometer and a refluxing apparatus were charged water 
(360 parts), sodium styrenesulfonate (1.5 parts), potassium persuHate (2 parts) and the mixture was heated to 70°C. 
20 Then, styrene (16 parts), methyl methacrylate (36 parts), glycerine monomethacrylale (20 parts) and methacrylic acid 
(16 parts) were added over 3 hours while keeping the tenperature at 70*'C. The reaction was carried out at 70*C for 3 
hours and the reaction mixture was cooled to room tenperature to give an aqueous dispersion of acrylic resin (A-1) 
having a solid concentration of 20%. The obtained aqueous dispersion had an average particle size of 200 nm. 

25 Production Example of resin (A-2) 

(0119] Into a stainless steel autoclave equipped with a stin-er. a thermometer and a partial reflux condenser were 
charged dimethyl terephthalate (262 parts), dimethyl isophthalate (262 parts), sodium 5-sulfonatoisophthalic acid dime- 
thyl ester (89 parts), ethylene gylcol (279 parts), ethylene oxide adduct of bisphenol A (manufactured by SANYO 

30 CHEMICAL INDUSTRIES, LTD., BPE20F. 672 parts) and tetra-n-bulyl titanate (0.52 part), and ester exchange reaction 
was conducted from 160°C to 220**C over 4 hours. Then, the reaction mixture was heated to 255°C and the reaction 
system was gradually depressurized and reacted under reduced pressure of 0.2 mmHg for l .5 hours to give a polyes 
ter. The obtained polyester was pale-yellow transparent and had a weight average molecular weight of 1 1000. Into a 
reaction vessel equipped with a stirrer, a thermometer and a refluxing apparatus were charged the obtained polyester 

35 (80 parts), methyl ethyl ketone (40 parts) and tetrahydrofuran (40 parts) and the mixture was dissolved under refluxing. 
When the resin was dissolved, water (200 parts) was added and the mixture was stirred for 10 minutes. The solvent 
remaining in the medium was evaporated by heating to give a final aqueous dispersion of polyester resin (A-2). The 
obtained aqueous dispersion was milky white and had an average particle size of 150 nm. 

<o Production Example of resin (A-3) 

[0120] Into a stainless steel autoclave equipped with a stirrer, a thermometer and a partial reflux condenser were 
charged dimethyl terephthalate (456 parts), dimethyl isophthalate (456 parts), sodium 5-sulfonatoisophthalic acid dime- 
thyl ester (59 parts), ethylene gylcol (233 parts). 3-methyl-l .5-pentanediol (443 parts), ethylene oxide adduct of bisphe- 

45 nol A (manufactured by SANYO CHEMICAL INDUSTRIES. LTD.. BPE20F. 1 120 parts) and tetra-n-butyl titanate (0.52 
part), and ester exchange reaction was conducted from 160**C to 220^0 over 4 hours. Then, fumaric acid (n .6 parts) 
was added and esterification was conducted by elevating the temperature from 200*^C to 220'*C over 1 hour. Then, the 
reaction mixture was heated to 255*'C and the reaction system was gradually depressurized and reacted under reduced 
pressure of 0.2 mmHg for 1 .5 hours to give a polyester. The obtained polyester was pale-yellow transparent and had a 

so weight average molecular weight of 18000 and unsaturated bond content of 5i mol/ 10® g. Into a reaction vessel 
equipped with a stirrer, a thermometer and a refluxing apparatus were charged the obtained polyester (66 parts), methyl 
methacrylate (18 parts), glycerine monomethacrylale (10 parts), methacrylic acid (8 parts), isopropyl alcohol (16 parts) 
and hydroquinone (0.01 part), and the mixture was heated to SO^C for dissolution. When the resin was dissolved, sty- 
rene (8 parts) was added and water (180 parts) was added while maintaining the mixture at 70°C. which was followed 

55 by stirring for 10 minutes. Then, an aqueous solution of sodium styrenesulfonate (0.6 part) dissolved in water (40 parts) 
was added, and then potassium persutfate (0.9 part) and water (10 parts) were added to initiate polymerisation The 
reaction was continued at 70*'C for 4 hours and the reaction mixture was cooled to room temperature to give a final 
aqueous dispersion of acryl -modified polyester resin (A-3) having a solid concentration of 30%. The obtained aqueous 
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dispersion had an average particle size of 150 nm. 



Production Examole of resin (A-A) 



5 [0121] Into a reaction vessel equipped with a stirrer, a thermometer, a r^luxing apparatus and dripping apparatus 
were charged bisphenof A type epoxy resin (manufactured by TOHTD KASEI CO.. LTD.. YD-Ol 7, 60 parts) and methyl 
ethyl ketone (100 parts) and the mixture was heated, stirred and refluxed to dissolve the resin. \/Vhen the resin was dis- 
solved completely, maleic anhydride (2 parts) was added and alter confirmation of dissolution, pyridine (0.01 part) was 
added arKi the mixture was reacted under refluxing for 2 hours. A mixture of styrene (10 parts). 2-hydroxyethyl acrylate 

fo (6 parts), methacrylic acid (8 parts), acrylamidomethylpropanesulfonic add (2 parts), dibutyl fumarate (4 parts), azobi- 
sisobutyronitrile (2 parts), a-methylstyrene dimer (2 parts), methyl ethyl ketone (60 parts) and water (3 parts) was drop- 
wise added over 1 .5 hours into the reaction vessel, which was followed by reaction for 2.5 hours to allow polymerization 
of the unsaturated monomer mixture. Thereto was added trcethylamine (20 parts) for neutralization and isopropyl alco- 
hol (60 parts) and ion exchange water (200 parts) were added and the mixture was stirred for 30 minutes. The solvent 

/5 remaining in the medium was evaporated by heating to give a final aqueous dispersion of aery I- epoxy resin (A-4). The 
obtained aqueous dispersion was milky white and had an average particle size of 50 nm and B type viscosity at 25*C 
of 50 cps. The polymer of the unsaturated monomer mixture had a weight average molecular weight upon polystyrene 
conversion of 8000. arxJ the amount of hydroxyl group was 0.17 equivalent/ 100 g. carboxyl group content was 0.31 
equivalent/100 g. and the amount of sulfonic acid group was 0.03 equivalent/100 g. 

20 

Examole 1 

[0122] To a Zn electroplated steel plate (weight of plating : 30 gW) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/l). aluminum acetate (3 g/l). manganese(ll) phosphate (10 g/l) and colloidal silica (manufactured 
25 by Nissan Chemical Industries. Ltd.. Snow tex"* ST-O-S. particle size 8-1 1 nm. 10 g/l) with a roll. The coating was dried 
at 200"C to give a film having a total coating weight of 1 .00 g/m^ (film thickness 1 .0 \im) 

Example 2 

30 [0123] To a Zn electroplated steel plate (weight of plating : 30 g/tr?) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/l). aluminum dihydrogenphosphate (4 g/l). iron(MI) phosphate (12 g/l) and colloidal silica (man- 
ufactured by Nissan Chemical Industries. Ltd.. Snow tex^" ST-O-XS. particle size 4-6 nm. 10 g/l) with a roll. The coating 
was dried at 200'*C to give a film having a total coating weight of 1 .00 Q/rr? (film thickness 1 .0 jim). 

35 ^x;ampie 3 

[0124] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/I). aluminum nitrate (15 g/I). copper phosphate (10 g/l). phosphoric acid (10 g/l) and colloidal 
silica (manufactured by Nissan Chemical Industries. Ltd.. Snow tex'" ST-O-XS. particle size 4-6 nm. 15 g/l) with a roH. 
40 The coating was dried at 150*C to give a film having a total coating weight of 1 .00 g/rr? (film thickness 1.0 jim). 

Example 4 

[0125] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
45 acrylic resin ( A-1 ) ( 70 g/l). aluminum sulfate ( 1 0 g/l). magnesium monohydrogenphosphate ( 1 2 g/l) . phosphoric acid ( 1 2 
g/l) and colloidal silica (manufactured by Nissan Chemical Industries. Ltd.. Snow tex*** ST-O-XS. particle size 4-6 nm. 
1 0 g/l) with a roll The coating was dried at 150'*C to give a film having a total coating weight of 1 .00 g/m^ (film thickness 

1.0 ^im). 

50 Example 5 

[0126] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
acrylic resin (A-1) (60 g/I). aluminum chloride (2 g/l). calcium dihydrogenphosphate (4 g/l). manganese(ll) phosphate (4 
g/l), phosphoric acid (12 g/l) and colloidal silica (manufactured by Nissan Chemical Industries. Ltd.. Snow tex'" ST-O- 
55 XS. particle size 4 - 6 nm. 1 0 g/l) with a roll. The coating was dried at 200"C to give a film having a total coating weight 
of 1 .00 gJtv? (film thickness 1.0 \im). 
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Exarrole 6 

(0127] Performed in the same manner as in Example 1 except the resin was changed to polyester resin (A-2). 
Example 7 

[0128] Performed in the same manner as in Example 2 except the resin was changed to polyester resin (A-2). 
Example 8 

(01 29] Performed in the same manner as in Example 3 except the resin was changed to polyester resin (A-2). 
Exanrole 9 

[0130] Performed in the same manner as in Example 4 except the resin was changed to polyester resin (A-2}. 
Example 10 

(0131] Performed in the same manner as in Example 5 except the resin was changed to polyester resin (A-2). 
Exqmpl^ 11 

[01 32] Performed in the sanne manner as in Example 1 except the resin was changed to acryl-modif ied polyester resin 
(A-3). 

Exqmpl^ 12 

(01 33] Performed in the same manner as in Example 2 except the resin was changed to acryl-modif ied polyester resin 
(A-3). 

Exgmpl^13 

(01 34] Performed in the same manner as in Example 3 except the resin was changed to acryl-modif ied polyester resin 
(A-3). 

Example 14 

(01 35] Performed in the same manner as in Exarnple 4 except the resin was changed to acryl-modif ied polyester resin 
(A-3). 

Example 15 

(01 36] Performed in the same manner as in Example 5 except the resin was changed to acryl-modif ied polyester resin 
(A-3). 

Comparative Example 1 

(01 37] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/1). aluminum nitrate (8 g/l) and colloidal silica (manufactured by Nissan Chemical Industries, 
Ltd., Snow tex^" ST-O-S. particle size 8-1 1 nm. 10 g/l) with a roll The coating was dried at 200**C to give a film having a 
total coating weight of 1.00 q/tv? (film thickness 1.0 |im). 

Comparative Example 2 

[0138] To a Zn electroplated steel plate (weight of plating : 30 g/m^] was applied an aqueous solution containing pol- 
yester resin (A-2) (70 g/l). manganese (M) phosphate (5 g/l). calcium dihydrogenphosphate (4 g/l). phosphoric acid (5 
g/l) and colloidal silica (manufactured by Nissan Chemical Industries. Ltd.. Snow tex^*^ STO-XS, particle size 4-6 nm. 
15 g/l) with a roll. The coating was dried at 200*'C to give a film having a total coating weight of 1 .00 g/trf (film thickness 
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1.0 pm). 

Comparative Example 3 

[0139] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing acryl- 
modified polyester resin (A-3) (70 g/l). calcium dihydrogenphosphate (10 g/l) and phosphoric add (10 g/l) with a roll. 
The coating was dried at 200*'C to give a film having a total coating weight of 1 .00 g/m^ (film thickness 1.0 \im). 

Comparative Example 4 

[0140] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing acryl- 
modified polyester resin (A-3) (70 g/l). aluminum sulfate (20 g/l) and phosphoric acid (0.1 g/l) with a roll. The coating 
was dried at 200**C to give a film having a total coating weight of l .00 g/m^ (film thickness 1 .0 nm). 



(0141] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/l), manganese(ll) phosphate (10 g/l) and Al surface-treated colloidal silica (manufactured by 
Nissan Chemical Industries. Ltd., Snow fex'" ST-C. particle size 10-20 nm. 10 g/l) with a roll. The coating was dried at 
200*'C to give a film having a total coating weight of 1 .00 g/m^ (film thickness 1 .0 nm). 

Example 17 

[0142] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/l). iron(ll) phosphate (12 g/l) and Al surface-treated colloidal sifica (manufactured by Nissan 
Chemical Industries. Ltd.. Snow tex^ ST-CXS-9. partide size 4-6 nm, 1 0 g/l) witii a roll. The coating was dried at 200'*C 
to give a film having a total coating weight of 1.00 g/m^ (film thickness 1.0 ^m). 

Example 18 

[0143] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/l). copper phosphate (10 g/I). phosphoric add (10 g/l) and Al surface-treated colloidal silica 
(manufactured by Nissan Chemical Industries. Ltd.. Snow tex"* ST-C. particle size 10-20 nm. 15 g/l) with a roll. The 
coating was dried at 150**C to give a film having a total coating weight of 1.00 g/m^ ;film thickness 1.0 jim) 

Example 19 

[0144] To a Zn electroplated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/l). manganese(ll) phosphate (12 g/I). caldum dihydrogenphosphate (10 g/l). phosphoric acid 
(12 g/l) and Ai surface-treated colloidal silica (manufactured by Nissan Chemical Industries. Ltd.. Snow tex'*" ST-CXS- 
9. particle size 4-6 nm. 10 g/I) with a roll. The coating was dried at 150**C to give a film having a total coating weight of 
1 .00 Qfrr? (film thickness 1 .0 nvn). 

Example 20 

[0145] Performed in the same manner as in Example 16 except the resin was changed to polyester resin (A-2). 
Example 21 

[0146] Performed in the same manner as in Exanple 1 7 except the resin was changed to polyester resin (A-2). 
Example 22 

[0147] Performed in the same manner as in Example 18 except the resin was changed to polyester resin (A-2). 
Example 23 

[0148] Performed in the same manner as in Exanple 19 except the resin was changed to polyester resin (A-2). 
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Example 24 

[0149] Performed in the same manner as in Example 16 except the resin was changed to acryl-modified polyester 
resin (A-3). 

Example 25 

[0150] Performed in the same manner as in Example 17 except the resin was changed to acryl-modified polyester 
resin (A-3). 

Example 26 

10151] Performed in the same manner as in Example 18 except the resin was changed to acryl-modified polyester 
resin (A-3). 

^^HTpie Zl 

[0152] Performed in the same manner as in Example 19 except the resin was changed to acryl-modified polyester 
resin (A-3). 

Exgmpig 29 

[0153] Performed In the same manner as in Example 16 except the resin was changed to acryl-epoxy resin (A-4). 
Example 29 

[0154] Performed in the same manner as in Example 17 except the resin was changed to acryl-epoxy resin (A-4), 
Example 30 

[0155] Performed in the same manner as in Example 18 except the resin was changed to acryl-epoxy resin (A-4). 
Example 31 

[0156] Performed in the same manner as in Example 19 except the resin was changed to acryl-epoxy resin (A-4). 
Comparative Example 5 

[0157] To a Zn electroplated steel plate (weight of plating : 30 g/m^ was applied an aqueous solution containing 
acrylic resin (A-1) (70 g/l). copper phosphate (10 g/l) and colloidal silica (manufactured by Nissan Chemical Industries. 
Ltd.. Snow tex^*' ST-20. particle size 10-20 nm, 10 g/l) with a roll. The coating was dried at 200^C to give a film having 
a total coating weight of 1 .00 g/m^ (film thickness 1 .0 ^m). 

Comparative Example 6 

[0158] To a Zn electroplated steel plate (weight of plating : 30 g/m^ was applied an aqueous solution containing pol- 
yester resin (A-2) (70 g/l). manganese(ll) phosphate (5 g/l). phosphoric acid (5 g/l) and colloidal silica (manufactured by 
Nissan Chemical Industries. Ltd.. Snow tex^" ST-O-XS, particle size 4-6 nm. 15 g/l) with a roll. The coating was dried at 
200''C to give a f9m having a total coating weight of 1.00 g!rr? (film thickness 1 .0 pm). 

Qpnipgrgtive Example 7 

(01 59] To a Zn electroplated steel plate (weight of plating : 30 gfrr?) was applied an aqueous solution containing acryl- 
modified polyester resin (A-3) (70 g/l). manganese(ll) phosphate (10 g/l) and phosphoric acid (10 g/l) with a roll. The 
coating was dried at 200''C to give a film having a total coating weight of 1.00 g/m^ (film thickness 1.0 ^m). 
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[0160] To a 2n electroplated steel plate (weight of plating : 30 g/m^) was applied a chemical conversion treatment 
(zinc phosphate 2.00 g/m% 

5 

Example 32 

{0161] To a Zn plated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing acrylic resin 
(A-1) (70 g/I). manganese{ll) phosphate (12 g/l). aluminum nitrate (5 g/l) and Al surface-treated colloidal silica (manu- 
re factured by Nissan Chemical Industries. Ltd.. Snow tex'" ST-CXS-9. particles size 4-6 nm. 10 g/l) with a roll. The coating 
was dried at 200'*C to give a film having a total coating weight of 1 .00 g/m^. 

Example 93 

IS [0162] To a Zn-Ni plated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing acrylic 
resin (A-1) (70 g/I). phosphoric acid (10 g/l). aluminum phosphate (4 g/l). calcium dihydrogenphosphate (8 g/l) and Al 
surface-treated colloidal silica (manufactured by Nissan Chemical Industries, Ltd.. Snow tex'** ST-C. particle size 10-20 
nm. 12 g/l) with a roll. The coating was dried at 200*'C to give a film having a total coating weight of 1 .00 g/m^. 

20 Example 34 

[01 63] To a Zn plated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing acrylic resin 
(A-1) (70 g/l). aluminum sulfate (6 g/l), iron(ll) phosphate (12 g/l) and M surface-treated colloidal silica (manufactured 
by Nissan Chemical Industries. Ltd., Snow tex'" ST-CXS-9. particle size 4-6 nm. 12 g/l) with a roll. The coating was 
25 dried at 200*C to give a film having a total coating weight of 1 .00 g/m^ (film thickness 1 .0 ^m). 

Example 35 

[0164] To a Zn plated steel plate (weight of plating : 30 g/m^) was applied an aqueous solution containing acrylic resin 
30 (A-1) (70 g/l). manganese(ll) phosphate (12 g/l), aiuminum phosphate (6 g/l). phosphoric acid (12 g/l) and Al surface- 
treated colloidal silica (manufactured by Nissan Chemical Industries. Ltd.. Snow tex^" ST-CXS-9. particle size 4-6 nm. 
10 g/l) with a roll. The coating was dried at ISO'^C to give a film having a total coating weight of 1 .00 g/m^. 

Example 3e 

35 

[0165] Performed in the same manner as in Example 32 except the resin was changed to polyester resin (A-2). 
Example 37 

40 (0166] Performed in the same manner as in Example 33 except the resin was changed to polyester resin (A-2). 
Example 38 

[0167] Performed in the same manner as in Example 34 except the resin was changed to polyester resin (A-2). 

45 

Example 39 

[0168] Performed in the same rr^nner as in Example 35 except the resin was changed to polyester resin (A-2). 
50 Example 40 

[0169] Performed in the same manner as in Example 32 except the resin was changed to acryl-modified polyester 
resin (A-3). 

55 Example 41 

[0170] Performed in the same manner as in Example 33 except the resin was changed to acryl-modified polyester 
resin (A-3). 
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Exqmpig 42 

[0171] Performed in the same manner as in Example 34 except the resin was changed to acryl -modified polyester 
-resin (A-3). 

5 

Example 43 

[0172] Performed in the same manner as in Example 35 except the resin was changed to acryl-modified fxjiyester 

resin {A-3). 

w 

Example 44 

[0173] Performed in the same manner as in Example 32. except the resin was changed to acryl-epoxy resin (A-4). 
IS Exgmpig 4 5 

[0174] Performed in the same manner as in Example 33 except the resin was changed to acryl-epoxy resin (A-4). 
Example 46 

[0175] Performed in the same manner as in Exanrple 34 except the resin was changed to acryt-epoxy resin (A*4). 
E x aTOle 47 

25 [0176] Performed in the same manner as in Example 35 except the resin was changed to acryl-epoxy resin (A-4). 
Ex^mplg 4^ 

[0177] To a Zn electroplated steel plate (weight of plating : 20 qfvr?) was applied a liquid obtained by admixing alumi- 
30 num dihydrogenphosphate (1 00 parts by weight). manganese(ll) phosphate (60 parts by weight), 4-6 nm colloidal silica 
(70 parts by weight) and an aqueous organic resin emulsion (1200 parts by weight) of a 1 -hydroxytxrtyl acrylate-methyl 
methacrylate-butyl acrylate-styrene-methacrytic add copolymer, and adjusting to pH 2.5. The coating was dried at 
120'*C to give a film having a weight after drying of 1 .2 g/m^. 

35 Example 49 

[0178] To a Zn hot dip-plated steel plate (weight of plating : 90 g/m^) was applied a liquid obtained by admixing alu- 
minum dihydrogenphosphate (100 parts by weight). manganese(ll) phosphate (80 parts by weight). 7>8 nm colloidal sil- 
ica (50 parts by weight) and an aqueous organic resin emulsion (1000 parts by weight) of a 2-bis(hydroxymethyl)ethyl 
40 methacrylate-methyl methacrytate -txityl acrylate-glyddyl methacrylate-acrylic add copolymer, and adjusting to pH 2. 1 . 
TTie 

Example 50 coating was dried at 100*'C to give a film having a weight after drying of 0.9 g/m^. 

45 [0179] To a Zn-Ni alloy plated steel plate (weight of plating : 20 g/m^. Ni=11.5%) was applied a liquid obtained by 
admixing aluminum dihydrogenphosphate (100 parts by weight), calcium phosphate <55 parts by weight). 15-20 nm col- 
loidal silica (100 parts by weight) and an aqueous organic resin emulsion (1400 parts by weight) of a 2-bis(hydroxyme- 
thyl)ethyl methacrylate-methyl methacrylateHsutyl acrylate-glycidyl methaaylate-acrylic acid copolymer, and adjusting 
to pH 3.0. The coating was dried at 150'C to give a fflm having a weight after drying of 1 .7 g/m^. 



50 



Example 51 

[0180] To a Zn-Ni alloy plated steel piate (weight of plating : 20 g/m^. Nis12.3%) was applied a liquid obtained by 
admixing aluminum dihydrogenphosphate (100 parts by weight), magnesium phosphate (30 parts by weight). 10-12 nm 
colloidal silica (150 parts by weight) and an aqueous organic resin emulsion (900 parts by weight) of a 2.3-dihydroxy- 
propyi methacrylate-methy! methacrylate-butyl acrylate-glyddyl methacryiate-methacrylic acid copolymer, and adjust- 
ing to pH 2.6. The coating was dried at 130°C to give a film having a weight after drying of i .2 g/m^. 
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Ex a m ple $2 

10181 J To a Zn-Fe alloy plated steel plate (weight of plating : 20 g/m^. Fe=12.8%) was applied a liquid obtained by 
-admixing aluminum-phosphate (100 parts by weight), manganese(ll) acetate (60 parts by weight). 4-6 nm colloidal sil- 
ica (120 parts by weight) and an aqueous organic resin emulsion {1000 parts by weight) of a hydroxyethyl acrylate- 
methyl methacrylate-butyl acrylate-styrene-glyddyl methacrylate-methacrylic add copolymer, and adjusting to pH 2.3. 
The coating was dried at 80**C to give a film having a weight after drying of 0.8 g/m^. 

Example 53 

[0182] To a Zn-Mg alloy plated steel plate (weight of plating : 30 g/m^. Mg=1.2%) was applied a liquid obtained by 
admixing aluminum dihydrogenphosphate (100 parts by weight), calcium acetate (70 parts by weight). 7- 10 nm colloidal 
silica (160 parts by weight) and an aqueous organic resin emulsion (800 parts by weight) of an N-methylolacrylamide- 
methyl methacrylate-butyl acrylate-glycidyl methacrylate-methacrylic acid-acrylic acid copolymer, and adjusting to pH 
1.7. The coating was dried at 180'C to give a film having a weight after drying of 1.8 g/m^. 

Example 54 

[0183] To a Zn-Ni alloy plated steel plate (weight of plating : 20 g/m^, Ni=12.4%) was applied a liquid obtained by 
admixing aluminum dihydrogenphosphate (100 parts by weight), manganese (II) formate (65 parts by weight), 1 -4 nm 
colloidal silica (10 parts by weight) and an aqueous organic resin emulsion (1600 parts by weight) of an allyl glycidyl 
ether-methyl methacrylate-butyl acrylate-glycidyl methacrylate-acrylic acid -hydroxyethyl acrylate copolymer, and 
adjusting to pH 3.5. The coating was dried at 1 10°C to give a film having a weight after drying of 1 .3 g/m^. 

Example 55 

[0184] To a Zn-Mg alloy plated steel plate (weight of plating : 30 g/m^. Mg=1.2%) was applied a liquid obtained by 
admixing aluminum phosphate (100 parts by weight), manganese(ll) phosphate (65 parts by weight). 2-5 nm colloidal 
silica (120 parts by weight) and an aqueous organic resin emulsion (900 parts by weight) of a glycidyl methacrylate- 
ethyl methacrylate-butyl acrylate-methacrylic add-hydroxyethyl acrylate copolymer, and adjusting to pH 2.5. The coat- 
ing was dried at 1 00*C to give a film having a weight after drying of 1 .0 g/m^. 

Example 56 

[0185] To a Zn electroplated steel plate (weight of plating : 20 g/m^) was applied a liquid obtained by admixing alumi- 
num hydrogenphosphate (100 parts by weight), caldum dihydrogenphosphate (75 parts by weight). 10-15 nm colloidal 
silica (80 parts by weight) arKl an aqueous organic resin emulsion (1 100 parts by weight) of a glycidyl methacrylate- 
ethyl methacrylate-butyl acrylate-methacrylic acid-acryiic add copolymer, and adjusting to pH 1.7. The coating was 
dried at 130°C to give a film having a weight after drying of 1.0 g/m^. 

Example 57 

[0186] To a Zn hot dip-plated steel plate (weight of plating : 120 g/m^ was applied a liquid obtained by admixing alu- 
minum dihydrogenphosphate (100 parts by weight), magnesium phosphate (35 parts by weight). 7-10 nm colloidal sil- 
ica (100 parts by weight) and an aqueous organic resin emulsion (1000 parts by weight) of a 3-chloro-2-hydroxypropyl 
methacrytate-methyl methacrylate-butyl acryiate-glyddyl methacrylate-acrylic acid copolymer, and adjusting to pH 3. 1 . 
The coating was dried at ISO^'C to give a film having a weight after drying of 1 .5 g/m^. 

Example 58 

[0187] To a Zn electroplated steel plate (weight of plating : 20 g/rv?) was applied a liquid obtained by admixing alumi- 
num phosphate (100 parts by weight), strontium phosphate (45 parts by weight), 4-6 nm colloidal silica (80 parts by 
weight) and an aqueous organic resin emulsion (1200 parts by weight) of an N«butoxymethylolmethacrylamide-methyl 
methacrylate-butyl acrylate-methacrylic acid-acrylic acid-hydroxyethyl acrylate copolymer, and adjusting topH 2.7. The 
coating was dried at 120*C to give a film having a weight after drying of 0.9 g/m^. 
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ExaTOle 59 

[0188] To a cold draw steel plate was applied a liquid obtained by admixing aluminum dihydrogenphosphate (100 
parts by weight), manganese(ll) phosphate (65parts by weight). 8-10 nm colloidal silica (80 parts by weight), an aque- 
5 ous organic resin emulsion (80 parts by weight) of a 3-chloro-2-hydroxypropyl methacrylate-methyl methacrylate-butyl 
acrylate-glycidyl methacrylate-acrylic acid copolymer, and nitric add (6 parts by weight), and adjusting to pH 2.5. The 
coating was dried at 100°C to give a film having a weight after drying of 1,2 g/irf. 

Example 60 

10 

(0189] To a thick plate for ship building from which black surface had been removed by shot blasting was applied a 
liquid obtained by admixing aluminum dihydrogenphosphate (100 parts by weight), manganese(ll) phosphate (80 parts 
by weight), 8-10 nm colloidal silica (40 parts by weight) and an aqueous organic resin emulsion (80 parts by weight) of 
a glycidyl methacrytate-ethyl methacrylate-butyl acrylate-methacrylic acid-acrylic add copolymer, and Mn02 (10 parts 
15 by weight), and adjusting to pH 1 .7. The coating was dried at 80**C to give a film having a weight after drying of 4.0 g/m^. 

Comparative Examole 9 

[0190] To a 2n electroplated steel plate was applied an aqueous soMion containing chromic acid (hexavalerrt Cr 
20 1 00% chromic acid. 1 00 parts by weight) and phosphoric add (70 parts by weight) with a roll. The coating was dried at 
160'C to give a chromate film having a total coating weight i4X>n conversion to Cr of 62 mgMi^, 

Comparative Example 10 

25 [0191] To a Zn hot dip-plated steel plate (weight of plating: 110 g/m^) was applied an aqueous solution containing 
chromic add (hexavalent Cr 100% chromic add. 100 parts by weight), phosphoric add (50 parts by weight) and 10-15 
nm colloidal silica (60 parts by weight) with a roll. The coating was dried at 180''C to give a chromate film having a total 
coating weight upon conversion to Cr of 48 mg/m^. 

30 Comparative Example 1 1 

[0192] To a Zn electroplated steel plate (weight of plating : 20 g/m^) was applied an aqueous solution containing chro- 
mic acid (hexavalent Cr 100% chromic acid. 100 parts by weight), phosphoric acid (50 parts by weight) and olefin- 
acrylic acid copolymer resin emulsion (120 parts by weight) with a roll. The coating was dried at 120'*C to give a chro- 
35 mate film having a total coating weight upon conversion to Cr of 72 mg/rr?. 

Comparative Example 12 

[0193] To a Zn-Ni alloy plated steel plate (weight of plating : 20 g/m^. Ni=12.9%) was applied an aqueous solution 
40 containing chromic acid (hexavalent Cr 100% chromic acid. 100 parts by weight), phosphoric acid (60 parts by weight) 
and olef in-acrylic acid copolymer resin emulsion (200 parts by weight) with a roll. The coating was dried at 160°C to 
give a chromate film having a total coating weight upon conversion to Cr of 92 mg/m^. 
[0194] The results are shown in Table 1 to Table 7. 

45 
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{0195] This application is based on application Nos. 1 12442/1998. 133029/1998 and 160079/1998. the contents of 
which are incorporated hereinto by reference. 

40 Claims 

1 . A chromium-free agent for treating metallic surface comprising the following (l)-(iv): 

(i) at least one of (A) a mixture of an aluminum salt and an inorganic ode particle and (B) an aluminum-contain- 
ing inorganic oxide particle comprising aluminum, oxygen and at least one element other than these two 

(ii) a salt of a metal other than aluminum 
(ill) a phosphorus compound 

(iv) a resin and/or a precursor thereof provided that when (i) is a mixture of an aluminum salt and an inorganic 
oxide particle, the equivalent ratio of phosphorus/aluminum is not less than 0.1. 

2. The agent for treating metallic surface of claim 1 . wherein the inorganic oxide particle is a particle of an oxide of at 
least one element selected from the group consisting of Si. Fe. Ge. Ti, Zr. Mg. Sn. Sb and Al. 

3. The agent for treating metallic surface of claim 1 . wherein the inorganic oxide particle is an SiOg particle. 

4. The agent for treating metallic surface of any of daim 1 to 3. wherein the inorganic oxide particle content is 2-80 
parts by weight per 100 parts by weight of the resin and/or the precursor thereof. 
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5. The agent for treating metallic surface of any of claims 1 to 4. wherein the inorganic oxide particle has a particle 
size of 1 -20 nm. 

6. The agent for treating metallic surface of-any of claims- l-to-S. wherein the aluminum-containing inorganic oxide par- 
ticle is an inorganic oxide particle surface-treated with an aluminum conpound. 

7. The agent for treating meallic surface of any of claims 1 to 6. wherein the inorganic oxide of the aluminum-contain- 
ing inorganic oxide particle is an oxide of at least one element selected from the group consisting of Si. Fe. Ge. Ti. 

Zr, Mg. Sn and Sb. 

8. The agent for treating metallic surface of any of daims 1 to 7. wherein the inorganic oxide of the aluminum-contain- 
ing inorganic oxide particle is Si02. 

9. The agent for treating metallic surface of any of claims 1 to 8. wherein the aluminum-containing inorganic oxide par- 
ticle content is 2^ parts by weight per 100 parts by weight of the resin and/or the precursor thereof. 

1 0. The agent for treating metallic surface of any of claims 1 to 9. wherein the aluminum-containing inorganic oxide par- 
ticle has a particle size of 1 -20 nm. 

1 1 . The agent for treating metallic surface of claim 1 . further comprising an aluminum salt or an inorganic oxide particle 
when (i) is the aluminum-containing inorganic oxide particle. 

12. The agent for treating metallic surface of any of claims 1 to 1 1. wherein the aluminum salt is an aluminum salt of at 
least one member selected from the group consisting of phosphate, monohydrogenphosphate, dihydrogenphos- 
phate. acetate, formate, nitrate, sulfate, chloride, bromide, fluoride, oxalate, nitrite, sulfite, hydrogensulfite, silicate, 
bioxalate. bifluoride. cart>onate. hydrogencarbjonate. hydrogensulfate, polyphosphate, hypophosphite, tripolyphos- 
phate. hexametaphosphate. polymetaphosphate and phosphonate. 

1 3. The agent for treating metallic surface of any of claims 1 to 1 2. wherein the aluminum salt is an aluminum salt of at 
least one mender selected from the group consisting of phosphate, monohydrogenphosphate and dihydrogen- 
phosphate. 

14. The agent for treating metallic surface of any of claims 1 to 13, wherein the aluminum salt content is 0.005-10 moles 
per 100 g of the resin and/or the precursor thereof. 

15. The agent for treating metallic surface of any of claims 1 to 14. wherein the salt of the metal other than aluminum 
is a salt of at least onejiiiember selected from polyvalent metals. 

16. The agent for treating metallic surface of any of claims 1 to 15. wherein the salt of the metal other than aluminum 
is a salt of at least one member selected from the group consisting of Cu. Co. Fe. Mn. Sn. V. Ba. Mg, Zr. W. Mo. Ca. 

Sr. Nb, Y and Zn. 

17. The agent for treating metallic surface of any of claims 1 to 16. wherein the salt of the metal other than aluminum 
is a salt of at least one member selected from the group consisting of Mn, Mg. Zr. W. Mo. Ca and Sr. 

18. The agent for treating metallic surface of any of claims 1 to 17, wherein the salt of the metal other than aluminum 
is an Mn salt. 

19. The agent for treating metallic surface of any of claims 1 to 18. wherein the salt of the metal other than aluminum 
is a salt of a metal other than aluminum, which is at least one member selected from the group consisting of phos- 
phate, monohydrogenphosphate, dihydrogenphosphate. acetate, formate, nitrate, sulfate, chloride, bromide, fluo- 
ride, oxalate, nitrite, sulfite, hydrogensulfite. silicate, bioxalate. bifluoride. cartionate. hydrogencartx)nate. 
hydrogensulfate. polyphosphate, hypophosphite. tripolyphosphate. hexametaphosphate. polymetaphosphate and 
phosphonate. 

20. The agent for treating metallic surface of any of claims 1 to 19, wherein the salt of the metal other than aluminum 
is a salt of a metal other than aluminum, which is at least one member selected from the group consisting of phos- 
phate, monohydrogenphosphate arxl dihydrogenphosphate. 
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21. The agent for treating metallic surface of any of claims i to 20. wherein the content of the salt of the metal other 
than aluminum is 0.005-10 moles per 100 g of the resin artd/or the precursor thereof. 



22. The agent for'treatihg^rhetallic surface'of any of claims i to'2 It wherein the total content of the aluminum salt and 

5 the salt of the metal other than aluminum is 0.005-10 moles per 100 g of the resin and/or the precursor thereof. 

23. The agent for treating metallic surface of any of claims 1 to 22, wherein the resin is at least one member selected 
from the group consisting of acrylic resin, polyester resin, epoxy resin, acryf-epoxy resin, aery I- modified polyester 
resin, epoxy-modified polyester resin, urethane-modified polyester resin, acryl-modified polyurethane resin and 

w acryl-modified polyester polyurethane resin. 

24. The agent for treating metallic surface of any of claims 1 to 23. wherein the content of the resin and/or the precursor 
thereof is 30-80 wt% of the entire constituent component. 

fs 25. A metal material surface-treated with the agent for treating metallic surface of any of claims 1 to 24. 

26. A coated metal material comprising at least a metal material, a chromium-free surface treatment layer having a 
thickness of not more than 5 ^m and a resin coating layer successively laminated, wherein, when the surface of the 
resin coating layer of the coated metal material is cut to mark an X shape with a knife that reaches the metal mate- 

20 rial and the coated metal material is subjected to a salt water spray treatment defined in J IS Z 2371 . the maximum 
swelling width of the resin coating layer after 360 hours of the treatment is not more than 5 mm. 

27. The coated metal material of claim 26. wherein the metal material is plated. 

25 28. The coated metal material of claim 26 or 27. wherein the surface treatment layer has a thickness of not more than 
3 fim. 

29. The coated metal material of any of claims 26 to 28. wherein the suHace treatment layer is formed with the agent 
for treating metallic surface of any of claims 1 to 24. 

30 

30. The coated metal material of any of claims 26 to 29. wherein the maximum swelling width of the resin coating layer 
is not more than 3 mm. 

31. A surface-treated metal material comprising a metal material and a chromium-free surface treatment layer having 
35 a thickness of not more than 5 ^m formed on the metal material, wherein, when the surface-treated metal material 

is subjected to a salt water spray treatment defined in J IS Z 2371 . the surface treatment layer has a residual Si per- 
centage as represented by the following formula after 360 hours of the treatment of not less than 0.5 and/or a resid- 
ual P percentage as represented by the following formula after 360 hours of the treatment of not less than 0.5: 

^0 Residual Si percentage of the surface treatment layer= 

Si content of the surface treatment layer after 360 hours of the treatment/Si 
content of the surface treatment layer before the treatment 

Residual P percentage of the surface treatment layer= 
P content of the surface treatment layer after 360 hours of the treatment^ 
content of the suriace treatment layer before the treatment 

50 32. The surface-treated metal material of claim 31. wherein the residual Si percentage is not less than 0.6. 

33. The surface-treated metal material of claim 31 or 32. wherein the residual P percentage is not less than 0.6. 

34. A suriace-treated metal material comprising a metal material and a chromium-free surface treatment layer having 
55 a thickness of not more than 5 ^im formed on the metal material, wherein, when the surface-treated metal material 

is subjected to a salt water spray treatment defined in J IS Z 2371 . the surface treatment layer has a residual Al per- 
centage as represented by the following formula after 360 hours of the treatment of not less than 0.5: 
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25 



Residual Al percentage of the surface treatment iayer= 
Al content of the stirface treatment layer after 360 hours of the treatment/ AI 
content of the surface treatment layer before the treatment. 

35. The surface-treated metal material of daim 35. wherein the residual Al percentage is not less than 0.6. 

36. The surface-treated metal material of any of claims 31 to 35. wherein the surface treatment layer is formed with the 
agent for treating metallic surface of any of claims 1 to 24. 
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